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75412+2/13
AUTHOR Kochetkov, N, X,, Khorlin, A, Ya,

TITLE: Derivatives of 1cyelof1,2,2 ) hep tane(Prolsvediyye bitsiklo(1,2,2)
geptana). III. 2-Acylbicyelo|l,2,2)-2-huptenes and Some Of Their
Reactions (2-At-musmo(1,2,2igam-2 1 nekotoryye ixh reaktsii)

PERIODICAL: Zhurnal cbshchey Xhimii, 1957, Vol 27, Nr 12, pp 5182 - 3189 (USSR)

ABSTRACT: Reaction of § g. p-MeCgH,OCHC:CHCL vith 5.3 g. cyclopeatadiens over- .
night in petroleum ether gave 75% 2-(p-toluyl)e3-chlorodbicyclo(1,2,2]-
‘hept-S-ene, n. 91.; -2 ?mou). Similarly vere cbtained: 80 _
2az;chlorobcnzoy1 «3-chlorobicyelo[l,2,2)bept-5-eme (1), m. 94,5 « 5°*;
7648 2-(p-nitrobentoyl)-3-chlorobicyclo(l,2,2)hept-5-ene, m, 14T - 8°

AcOB), Bydrogenstion of I over Pd gave 2-(p-chlorcbentayl)bicyclo-
1,2,2)heptane, m, 109 - 9,5° (BtOH); such hydrogenstions proceed

more rapidly in MezCO than in BtOH or Bt 0. Besting 40 g. 2-scetyl-

3-c¢hlorobiayelo(1,2,2]heptane in Cglg vith 100 ml, EtsN snd a littile

‘hydroquinone 20 — 5 hrs, at reflux gave a precipitate” of Et4N°HC1

and a filtrate wvhich yielded 50% 2-scetyldbicyclo[1,2,2]-bept-1-ene

(11), by, 62 - 6% 5 76 - 8°, ngo 1.4992, 45 1,0102 (a lacrisator),

Card 1/3
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vhose 2,h-mmmmm bas m, 153° {abs. max., 359 m §). Similarly

'2-mp1av1-3-mom1mmu,a, hcpum u 'n.u 2~ onylbicycloll,2,2)

hapt-2-ene (m). b2 59 - 0.9965; (2,M-dinitrophenylhydra-

zone vith a, 505"‘ .a ﬂ!. - ,0. )0 Smurh mm‘mmﬂ

3<chloro derivative was 75. E-Wtyroylbicycloll,e,zlupt 2.ene, by 82 - 4,

2?0 1,4915, 620 0,9861 (2,4-dinitropbenylhydrazone, m. 129 - 30°, abs. max,
-0 mpu) smhr treataent of 2-benzoyl-~3-chlorobiryslofl, nglbeptm vith
and tnst.ut of the cruds product with diluted H gave

zaylbicyelo(l,2,2]bept-2-ene (IV), m. 80 - 1 ( A 3.8 my) (RQO))

-otbsrnquorcmzﬁ qptnatlytd.inroftbunbm 1, 130 - 1°,.vhich
bs no dodble boud, Reastion of 11 vith NeCH(COLR), in 6 hre. at 50 - 60° gave
after aq t 78,66 41-It 2-scetyldicyclo(l 2,2]beyz-3.ym1onm, by
157 - 60, 55 14720 ( ‘k-mitropbmlhydrum: m. 130 - 1°). 111 reflused

T

6 hrs. vith EP gave Th,1% 2-propionyl-3-diethylsmincbicyclo 1,2,2lhqnam,
b) 89 - ”.’ nD 1.%, dh 0 9“0; ml l&lt, n, 1‘1 5 - 205.; 'mw«, e

143 - &%, nation of IV over PJ gave 2-bon:cy1bxqclo%1 2,2]mm,
155 - 80°, a0 1,5540 (2,k-dinitrophenylhydrezone, =, 155 - s
. D

Card 2/3
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19-12-2/u3
Derivatives of Bicyclo (Cout).

and cyolopentadiens resdily gave 80% 2-benzaylbicyelo(l,2,2]hept-5-ene, by
135 - 6*, n0 1,5660; hydrogenation over Pd gave the satureted enalogus. There

are 7 references, 5 of which are Sovist, 1 Oerman, and 1 English.

ASSOCIATION: Nauchno-issledovatel'skiy institut farmakologii { khimoterapii
(Sctentific Ressarch Institute of Pharmacology .nd Chemotherapy)

SUBMITTED: Nov, 12, 1956
AVAILABIE: Library of Coagress

Card 3/3 1. Cyoloheptanes--Derivatives 2. Cycloheptanss--Chemical
reactions
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AUTHORB:

TITLE:

PERIODICAL;

ABSTRACT:

Card 1/3

, Khoxutova, Ye. D., Karpeyskiy, 79-12-9/43
M. Ya,, and Xhomutov, R. i.

Investigation in the Series of the Isoxasol (Innledovaniye
v ryadu isoksasola)

1V. Synthesis of Some Amines of the Isoxazol Series
(Sintes mekotorykh aainov ryada 1zoksazola)

Zhurnal Obshchey Xnimii, 1957, Vol. 27, Nr 12, pp. 3210-
-3214 (U8SR)

In connection with that, recently obtained in physiologicsl~
ly active substances, to which the 1sozazol-cycle belongs,
too, the synthesis of some derivatives of the isoxasol
geries with an amino group in the eide ohain was carried

out by the suthors. Thus the reaction of the 3-methyl-
-chloride-{soxasol with diethylaainoethanol leads to
(1s0xasol-3-methyl )-p-diethylaninoethyl-ether (see fornulae).
This ;anino ether forms together with ethyl iodide a
quartary salt, which is slso confirned by its structure.
Under the saae conditions also the 3-diethylaminomethyl-
-isoxasol forams a quartary salt, whereas a direct influence
of the 3-methyl-chloride-isoxazol upon triethyl-aaine does
not lead to the resul: expected. Furtheraore, the authors

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Investigation in the Series of the Isoxazol 79-12-9/43
. 1V. Synthesis of Some Azines of the laoxazol Series :

succeeded to bring the 3-methyl-chloride-isoxazol in con-
densation with aromatic aaines, with the ain to use the
compounds odtained for the syntheois of the isologues
(1s0logov) of the known preparation “Anthergan® (antergan),
havirg the isoxazol-cyole instead of the benzene nucleus
(cee formulae!). As the halide methyl-isoxasols substituted
are difficult to approach, a siaple nethoi of producing the
4-:z¢thyl-ohlotido-)-dincthyl-},5-dinthyl-hoxuol had to b
worked out. It succeeded to realise this nev reaction by
neans of the heating of the 3,5-dinethyl-isoxazol with
paraformaldehyde in dry tetra-tydrogon-chloride in the pre-
gsence of hydrogen chloride. The yield of 3,5-dinethyl-4-
-nethyl-chloride-isoxasol amounted to 20-30%. It was shown
that the synthesized N-phenyl-H-(3,5-dinethyl-isoxazolyl-4-
-nethyl)-H, N-dialkyl-ethylene-dianines and the iodine
ethylate of the 3-diethyl-amino-methyl-isoxasol deaonstrate
a weak physiologic aotivity. There are 7 references, 4 of
whioh are Slavie.
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T912-9/L13

Investigation in the Series of the Isoxasol
IV. Synthesis of Some Amines of the Isoxasol Series

ASSOCIATION: Institute of Pharmacology and Chemotherapy of the
Academy of Medical Sciences, USSR; Moscow State University
(Institut farmakologii 4 khimioterspii Akademii
moditsinskikh nauk 3 Moskovskiy gosudarstvenryy universitet),

October 1, 1956

Libtrary of Congress
1. Amines - Synthesis
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220 ¥ 157,

1, Moslkovekiy gosudarstvennyy universitet in, NV, Lomonosova,
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AUTHOR __Koghstkewy—tik, Professor S0V-26-58-345/51

TITLE: The Nucleotides and Their Role in Life Processes (Nukleotidy
4 ikh rol! v shisnennykh protsessakh) To the Amarding of
the Nobel Prise to A. Todd (K prisuzhdeniyu Hobelevakoy
premii A. Toddu)

PERIODICAL: Priroda, 1958, Nr 3, pp 32-35 (USSR) R

ABSTRACT: This is a description of research methods employed and re-
sults obtained by A, Todd in his research on the nucleotides
and their role in 1life processes,

There is 1 photo,

ASSOCIATION: Moskovekiy gosudarstvennyy universitet izeni ¥.¥. Lomonosova
(Moscow State University imeni M.V, Lomonosov) :

1. Nucleotides--Physiological effects 2. Scientific research

-—a

card 1/1
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AUTHORS¢
TITLEs

PERIODICAL:

ABSTRACTS

ASZOCIATIONS

SUBMITTEDs

Card 1/1

80V/63-3-6-36/43

* KOCh.tko‘, A"(K" co“lkh. Bopo’ !lrp.y‘kij. "AY.-. non‘ov; RI“O'

The Configuration of B -Chlorovinylketones (O konfiguratsii
p -khlorvinilketonov)

Khimicheskays nauka 1 promyshlennost'®, 1758, Yol III,IUr 6,
p 834 (USSR‘

1t is supposed that S -chlorovinylketones have a trans-gon-
figuration, since the only product of the oxidation of the
sodium hypoohlorite of the methyl-f-chlorovinylketone is the
trans-chloroacrylic aoid.

There are & Soviet references.

uauohnoainslodoiatol'lkiy {nstitut faermakologii 1 khimoterapii
(Scientific Research Institute of Pharmacology and Chemical
Therapy)

Kay T, 1958

[y

T T e
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5(3)
1dpiroslisevykh xislotakh)

AUTHORSs Looche tkov, N.K., and gifant'yev,
on 5-ﬂsloiapyro-no;o L0id (0 S-gnlo

211TLEs
PBRIODICALs Yestnilk Heoskovekogo univcrsttot..Soriys matemstikxi, mekheniki ,
astronomii, 1 9 xhimid , 1998,Kr 5.pp 119 - 122 (ussn)
ABSTRACTs In the aynibesis of a natursl ecosbination with furanoycle it be-
cane necesssry to produce 5-haxogoupyro-noio soid and to investi-
a satom in these acids.

gete the poaoibility of replacing the haloge
cted with these question® were obe

The following results oonne
tained ¢ BY oxidstion of s-hsloctn-tnrfuroz by sodium nypobromside
the authors obtained en esvy sethod for the synthesis of 5-bro~ .
sine- snd 9 {odine-pyromucic solds (outlet more than 50 %). It
was stated thet under influence of sodium sethylate o the ether
-of 5~htoninn-pyr¢uuoie aoid there resalts the etlter of S-methoxry-
rosuoie acid, Besults of 2.4, Nazarovs were used. - There are 12
Soviet,4 Gersan,) Aserican,snd 2 Eaglish.

references, 3 of whioh are _
nair of Orgsaic Chemistry)

AssocIA!10l|Iafodra orgsnicheskey xnimit (C
5, 1957

SUBMITTEDs Septenber

cerd 1/1

KocH EFPKGVED POR RELEASE: 09/18 |
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Chooutova, Y. D.

AUTHORS Kochetkov, He Ls
TIPLEL Inveatigations in the Sories of Isoxazols (In:lcdov;ni:c v rjadv
stution in ol =Phons14 soxazol (i, coagetehanige

{zo%sazola) V. Subst
v al-fenili:oksazolo)

PERIODICAL  Zhurnal Obanchey Xhinii, 1958, Vol. 20, fr 2, 7. 390 = 353 (U33R)
ABSTRACT ‘he isoxaznol dorivativeg were diacovered in the jear 13406 Javers
thelens the coupoundg of thias class ure relatively 1i%.le Lnown.
It is w4¢ll kno@n that the irdividual repregent.tivaed . thig class
of coupounds posseas the capabilisy of nitratin, (rifev.nce 1),
nalogenating (reference 2), and sulfonating (r.fezunce 3). dut the
tic coirounda has

;osition of igoxazol in tho serigs of other arcat
1 nucleus
shgp arouatie

1itprtc not baen doterninad. The activity oi tlic {30x.00
{n the subatitution reaction is, in conmrigin with o2
aysteaa, not {nveaticated, Tho authorsg investisnted the notlvidy of
the isoxnzol nucleus in the ranctions of the eleatro,hila guboti-
halo,onation cne nereuricutions they

determinc the activity of the jgozizol nuclevyy for ex-

s oo.aple thed

traion of

aaple in comparison to the benzene aucleus. As [irs
gulected the 14ttle known & —phonylinoxazol. ‘T il
¢ sfuric und nitre snoud acid

Card 1/3 a.-phonylinoxnzol with n aizture ©
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Inventi; tions in the Jeries of Isoxazols.

z0l

of nitro producte was elinina

eniirophanyl
-niwrophenyl
{frun y-nitrophanyl-
i, droxylnuaine (rofero
oxidation of &
Buaide thase
(15 % of the ant
suich probadly reprs
j:3truction producta.
7C ;% was obtained by
Its oxidation with potaaaiun

-isoxazol 1o ide

nce 4).

{re rcaction

a yield of T4 ﬁ, ahich contradicts a j©
i 3caar. The ~grourization with nercury
farence 5) and sield

vonzene (re

than that of
i{goxanol with a

of olL=phenyl
the isoxazol
enta in the {soxazol
dotemined in the obtainad
cups the ~position oecn3 to
—~gactions of broaination and

nucleus

Card 2/3
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total sield of T » -
45 % ol

sixture
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ted which contained
oxazcls X ={p=

% « -phenylnitreis
pticcl with the nubatance g stained

o und ihe hydresiloride of
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a gaall .sount
~fdantifice Jubatane
rivetd vao ans
_:":\Elﬁ of

Bonzoic

atxture contsined
roduats) of a non
ture of polynisro de
wazol uith o
fron catalyat g heatings
permanganate yields benzoic acid with
s ble presence of & ggeord
acetate procedds aufter

g the nereury acelaite
G0 % yield. In this connection only

4. The pooition af th. gubatitue
oc-rhanylisoxszol 3z ot ;resent
unption that they oc~-
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70.2-15/64

Investigations in the Series of fsoxazols. V. Substisuticn in oL -Phenylisoxa~

zol .
the substitution only takes phce 4n the nucleus. In nitration it
takos place as well in the phenyl- as in the {ooxazolepucleus. 2
In the subotitution reactions of o -phenyligoxazol the 1e0xazol
nucleus is more aative than the phenyl nucleus.s shere are 7 re-

fercnces, 1 of which 18 Slavie.

ASSOCIATION: Moscow State University
(1oakovekiy gosudarstvennyy un

{veraitet)

SUBMITITEDS January 29, 1957

. AVAILABLES Livrary of Congress

Card 3/3
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50V / 19-20-6-15/63
AUTHORS: Koohetkov, ¥. K., Gottikh, B. P., Kudryashov, L. I.
TITLE: The Conversion of f-Chlorovinylketones ¥ith p-Dicardonyl

Compounds (Veaim deystviye p-khlorvinilketonov s p-dikar-

boniltnymi soyedineniyani) V. Zetovinylation of e-Alkyl Ace-

toscetic Esters (V. Ketovinilirovaniye c-slkilatset .-

nykh efirov) 1

PERIODICAL: ':(mma)n obshohey khimii, 1958, Yol. 28, Nr 6, pps 1508-1511 ’
088k

ABSTRACT: 1n continustion of the previous papers on the synthesis of
' 7-ketoalkenylmalonio esters # was of interest to the authors
%o extend the limits of ketonylation of the compounds vith
s movable methylene- and methenyl memder. Pirest the authors
investigated the ketovinylation of the c-alkylacetoacstis -
esters desorided in this paper. Based on the experience 001~
lected (Ref 4) on the conversion of the p-chlorovinylketones
with scetoacetic ester in the presence of potash in boiling
) toluene, in the presence of only one movable hydrogen atom,
Card 1@‘ secondary processes oould de excluded in the present case and

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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2

. 307/ 79-28-6-15/63
The Conversion of p-Chlorovinylketones With p-Dicardonyl Compounds.
Y. Ketovinylation of a-Alkyl Acetoscetic Baters

the sole formation of produots of a normal ketovinylation
could be expeoted. In the conversion of f-chlorovinylketones
with sodium derivatives of the a-alkyl scetoacetio esters
in bensene the hitherto unknown G-alkyl-s-(y-ketoslkenyl)-
-acetoncetic esters were aotually odtained without diffi-

culty and in good yields: i ?'
ncocn--cnoxocx,cocnl'eoooans ———p ncocn-cnf-cooczns
x-cn,,czas,c531 n-.czns.c‘n9 cocn,

Owing to the accessibdility of the initisld substances and its
simple method this resction 1s s convenient method for the
synthesis of these interesting and much promising compounds,
- They are high-boiling and stable oils shich, however, easily
resinify in distillation in an insuffioient vacuum. Their
structure is proved analytically. The result of the hydra-
tion of one of these compounds points to the presence of
double bond in the ketovinylation products, which faot is to
be proved further by conversions. There are 5 references,
Card 29_ 5 of whioch are Soviet.

57
| |
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AUTHORS
TITLE:

PERIODICAL:

ABSTRACT:

Koohotkov; N. X., Kudryashov, L. I. 56¥/79-208-6-16/63

Conversion of p-Chlorovinylketones ¥ith p-Dicarbonyl Coupounds
(Vsainodeystviye f-khlorvinilketonov o g-dikarbonil'nynl soyedi-
neniyani)V1.The Synthesis of Sone g-Pyrone Derivatives (vi.
Sintes nekotorykh proisvednykh a-pironov)

Zhurnal obshchey khizii, 1958, Yol. 28, Nr 6,
pp. 1511 - 1516 (USSR)

Recently the authors have elaborated a convenient method for the
synthesis of a-pyrones: The pachlorovxnylketone dissolved in
toluene is added to the ugmsiuuothoxynalonie ester which auat
form in a very small amount of alcohol. After the reaction is
finished the completely homogenseous aixture is decomposed by
means of glacial acetic acid. The 1-kotodkony1nlon1e estor
formed on this occasion ie oyclized to a-pyrone without purifi-
oation by heating with acetio anhyiride. The acetyl chloride used
in place of the anhydride ylelds sozewhat better results (see
the mentioned reaction schene). A closer investigation of the
aixture as carried out in the synthesis of the propyl-homolog
showed that besides the pyrone product with a nelting point

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Conversion of p-Chlorovinylketones With g-Dicarbdonyl 307/79-28-6-16/63

Compounds. VI. The 8ynthesis

of Sone a-Pyrone Derivatives

104-104,5° 1s formed in a small yleld (0,5-1%). Its analysis

points to the

coaposition C

side products showed also §
not hinder the

which fact, hovever, does

pyrone

from p-chlorovinylketone

. The fornation of ainicun

%, 0
A7t§2 ﬂynthoaio of other homologs,

direct separation of

(40%). This way 6-phenyl-,

6-propyl- and 6-heptyl-3-carbethoxy-a-pyrones vere synthetized,

the latter two for

of which soze

as to their physiologic ac
about this in papers. There are ]

{ khinioterapii Akadenii geditsinskikh
nauk SSS5R (Phu-acoloslcal and Chenotherapeutic Institute, Acadeny

which are Soviet.

ASSOCIATION: Institut farnakologid

the first time. Thus

6-alkyl-3-carbethory-u-pyrones into eas
are to serve the authors for investigating thea

tivity; nothing has

of Redical Soiences USSR)

SUBMITTED: May 27, 1957

APPROVED FOR RELEASE: 09/18/2001

this szethod turns the
11y accessidle coapounds

hitherto bdeen known
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AR t.ochetkov, 4. K.y Khorlin, a. Ya. 55Y/19-08-7-46/64
” So Y
GIrL .nveatigation {n the isoxazol Jeries (Tasledoveniye v cvedu

tzokaanola) Vien the li;nthenis of the Borgertituted lzonanci
(V1,0 glntene 3-zameshchennykh {zokaszolov)

srentoal Zhurn;l obshohey khimii, 1758, vol, 28, lr T, pr. 14471240
(G443

AprTHT: fne of the moet zimple melhode of the eynihestin of isoxnzal,
the reaction of Cechlorovinvlkeionec with hzdroxylemine,
raa realized by Vochatizov snd hie cull-doratora (vafe 1, OV,
it i3, however, accompanied by two compating nposoerar, ViV
the formation of twn taomaric = and Seaudstituted {antnzols.
Kochatkov further showred (Nef 3) that the f-dislkylaminoyinyi-
ketones with hydroxrlumine caure to fora practicnlly pure
Sepiibatituted isoxuzols, and that the chlorgnethyl-2-ehlyra-
vinylketone reacts under the forzation of “-chloromethy!
igoxazole Thin fact proves that in thia case the nucleophilic
nttark of hydroxylssine tnkes plees at the cabonyl group as-
cording tdths  gchens mentiovned. To explain this sroblen the

pruthore investiguted the reaction of vechlorethyl=-fechicre-

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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I/ Ta0ReTaAh 4
‘nvestig.tion in tha Troxezo! erdes, VI, ™n the Cyathezir of the Jolanst{tur-
ed Tgorezal i
vinylkatone #1th hydroxylemine, [t tirned out that the syn-
iheals of c«chlorsthylepechlorovin 1 ketone, as well aw that
of tre G-chloréthyl-f-chlersvinylkstone alraady known, does
not meat with any difficulties (nccording to the method men-
tionad in referenca 4. In the conlanpation of the ~'.chlor-
ethyliet'achlorovinylketons with hydroxylsaine the - ‘'-chlor-
sthylipoxasol mne obtained in good rield (zithout eny forna-
tion of deponits) in itz treatment with sodfum slcoholate so-
co=ding to Claisen (Viuyzen) (Ref 5). This indicates a
t.gubntituted isomer:
TH,CHCIDOCH == CHO LN, OF ==-=> CH, CHC1 - jpoeeee
1 7 3 S "

‘n the roacttons of the .-chlanlkyl-fi=chlorvinylketonea »ith
hydroxyluminog benides the oxszols also smull epcunts of
tearub2tituted iscmers are formed. The mynthesls of the
1-pthylisoxazole by the raduttion of the cerraesponding Tant e
chloralkylinoxagols w»ith sinc duat san elaborated. Thers ers
9 referensen, 6 of which are Hoviet.

Terd 2. ., . . . L
2 9. o /(? ool o 5'1(1/DN'~*’(M‘1’)/; f"?m') yISA
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AUTHORS: Kochetkov, ¥, K.y Retruchenko, 2. 1. 807/77-28-6-52/66
TITLE: Several ﬂ,paninrylethnninu (Mekotoryye p.a-diarueulmiw)

_FERIODICAL: Zhurnal obshcliey khimii, 1958, Vol. 28, Nr 8,
‘ pp. 2252 - 2251 (ussRr)

ABSTRACT: The high pharmacological activity of the derivatives of
the nliphatio-nronatic snines is xell known. Several of
them are ingredients in medicines. A large and inportant
group of these compounds are thesp-phenylethylanine deri-
vatives and their homologs with branched chains. In addition,
there is nothing reported in publications on the physiolo-
gioal sotivity of the p.a-diurylothylcninon. Some of the
oyolioc anslogs of these coapounds which contain piperidine
nuolei exert a atrong atinulating effect on the central
nervous systea (Ref 1). The author was jnterested in inves-
tigating the pharuacologioul activity of several f,f-di-
arylethylanine derivatives as vell as that of the N-alkyl-
p,p-&i-rylothylnninol. Their syntheses were carried out
' according to reaction diagram 1: the di.ryl.cotoaitrilcc
Card 14,_ were obtained by the condensation of brongarylaectonitrilcn (1)

APPROVED FOR RELEASE: 09/18/2001
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Several p,p-Diaryletiylanines

with aronatic compounds
Two of these, the phenyle
Ar=0¢Hg, Ar'e p-C,H,OCCH,

in the presence of alumi

80v/79-26-8-52/66

nun chloride.
~ethoxyphenylacetonitrile (11,
and phonyl-p-chlorophenylac.to-

nitrile (11, Are °6“5' Ar! = p-0106ﬂ4) are described for

the first tine. The

30=TO atmospheres over
R-alkyl-f,p-diarylethy
For the monoalkylation of
methylation with the
was carried out,
radicals were obtained by

primary
gkeleton.

Card Z/L

N

reduction of the dis
was carried ocut by catalytic hydrogenation

The monoalkyl de

amines with alcohols in

rylacotonltrilu
at 45-70° and at

a niockel skeleton. A geries of
lapines were synthesized in this »ay-

the p.a-diarylukylninu.

zethyl iodide of the corrsgponding amine
rivatives with higher
talytic slkylati
the presence of
There are 4 tables and 6 references,

on of the
a nickel

the ca

APPROVED FOR RELEASE: 09/18/2001
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AUTHORS : Xucherova, H. T« Yevdakov, V. Poy 801/79-20-1-55/64
Xochetkov, ¥. K.
TITLE: . Indole nirintivto (Proisvodnyye {ndola)V.The Synthesis of the
tez bis-chet~

Pis-Quaternary Asmoniua galts of Haraine (v.94n
vertichnykh ammoniyevykh soley garaina)

PERIODICAL: 2hurnal obshchey xhisii, 1958, Vol 28, He T,
pp 1962 - 1967 (ussr)

The recently published articles on the physiologicul activity
of the asymanetrical bis«quaternary anacniua salte Refs 1-5
point to soae prospects of thene compounds with regard to nevw
gangliolythio and hypotensive preparations (gangliolittehclkiyo.
gipotensivnyye prcpnraty). For this reason the authors carried
out the synthesis of sone compounds of this group, using the’
accesaidle alkaloid harmine as {nitial produoct. The compounds
obtained were of a cartain interest as on the one hand just the
bis-quaternary salts of the p-carbolines proved to be BoOTe
active, and on the other hand haraine itaelf displays hypotensive
activity, as 1s knowny The compounds of general type obtained

Card 1/L are mentioned in schene 3. Besides, the authors by the conversion

ABSTRACT:

APPROVED FOR RELEASE: 09/18/2001
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A8SOCIATION:

SUBMITTED:

APPROVED FOR RELEASE: 09/18/2001

Indole Derivatives. V. The Synthesis of the Bis-
Quaternary Ammonium Salts of Harmine .

§07/79-28-7-53/64

of harmine with dibromethane synthesized the sysaetrical bis-

quaternary salt, the compound (VIII), as well as the mono-
quaternary galts of harmine with bensylehlorida, and the com-

pound (IX). The synthesis of the asyanetrical big-quaternary

annoniun salts of the haraine series vas carried out in two
ways: 1) By the reaction of harmine with dialxylaminalkyl

halides and a sudbssquent treatment of the reaction products
with the halogen alkyl, and 2) by the reaction of harmine with
W -halogen alkyl ammoniun salts (yield 55-75%). The dependence
of the hypotensive effect on the structure of these coapounds
i discussed. There are 7 references, 3 of which are Soviet.

{mioterapii Akadenil neditsinskixh

Institut farmakologii 1 kh
gy and Chemotherapy of the

nauk 89SR (Institute of Pharmacolo
Acadeny of Medical Soioncoa,USSB)

Nay 27, 1957
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L. 1., Kochetkov, N. K. sov/19-2e-1-54/64
ettt I o

il
tones (aotninovinilkotony)lx. fhe Salts of
«~Amaoniun 8s Ketovinylating Media (1x.

11)-aamoniys kak xetoviniliruyushchiye

AUTHORS: Kudryasho¥,

TITLE: B-Aninovinylko
Qrialkyl-(y-kotoslkonyl)

goll trislkil-(y-ketoslken
sredatva)

Zhurnal obghchey khiaii, 1958, Yol 28, ¥r 1,

pp. 1961 - 1969 (ussR)
-6) the authors hoped that the

ABSTRACT: Continuing earlier papers (Refs
salts of trialkyl-(y—kctoalkonyl)-nnnoniun could turn out
propcrutively ag conveniant ketovinylating pedia, i.2. that they
were capable of substituting in some cases the p-ehlorovinyl '
: he suthors inves<

retones used in earlier syntheses (Refs 1,0). ?
of the chlorides of tricthyl—(p-butyroyl-

tigated the acondensation
vinyl)-ammonium, of triothyl-(p-bonzoylvinyl)-unnoniua and o
trilothyl—(p-butyroylvinyl)-annoniun with ethozy magn

addition of the solution

ester. The reaction took place under the
of the quaternary salt to the alcoholic solution of this ester,
close to those of the Mannich (Mannikh)

1.,6. on conditions

PERIODICAL:

»

CARINE LAY MR S e i a—

- APPROVED FOR RELEASE: 09/18/20071 EiA-RDPS

The Balts of ?rislkyl-

-Aminovinylketones. 1X.
lotpvinylating Hedia

(7-kotoalt¢nyl)-Anmoniu-,al
¥

The initial product of the reaction, 1.e. the y-keto-

1iged innediately on 1ts transforsation

in the thermal way, OT on the action

6—alkyl-B-enrbothoxy-a-pyronea

trication (Ref 9). The cone
ay, however, in a

synthesis.
alkenyl malonio sster cyo
{nto the pyrone derivative
of acetyl chloride,(Ref 8). The
obtained were indentified by sapon
denantion thus took place in a corresponding ¥
smaller yield. Although the results are of no interest in &
preparative regpact they are worth mentioning in principle

1ts of trialkyl-(y-xeto-

since they point out the fact that the sa
alkenyl)-anmoniun, just as the Mannich halogenalkyl bases, &ré

capable of having their amsmoniun group substituted in typical
nucleophilic substitution reactions. There are 10 referencas,

9 of which are goviet.

ASSOCIATION: Inatitut,f;rnakologii 4 xhisioterapii Akadenii aeditsinskikh
nauk 88SR (Institute of Pharmacology and Chenotherapy of the

Acadeny of Medical Seiencel,ﬂssn

SUBMITTED: May 27, 1957
Card 2é§_~
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TOCERTOY, ¥.K,| SUDTKINA, B.7.

w.‘bom.’

o

' : des.
3“3:933399-2“‘” Hssf’ ~chloroproplensaifes (NIRA 11311)

rologit 1 Khimioterspii MG SSSR,
1, lnstitut ferms Glt Snides)
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KUDRYASHOY, L.1.; KOCHETXOV, ¥.K,

e atcrmach
Synthesis of diens ecids from L~-pyrones, Lmr,ob.khis, 28 1no,91
dhig-2u52 8 158, (v 12011)
1. Institut tamkologu 1 dhimioterspii A 8S8R,
(Pyranone ) (2c1ds, Orgsnic)
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"+ AUTHORS: Kochetkov, K. K.y Gottikh, B. P. 50¥/719-28-10-23/60
. [
TITLE: Roaotion of p=Chloro-Vinyl Ketone With g-Dicartonyl

Compounds (Vzaimodeystviye p-khlorvinilu«tonov @ pedi-
karbonil'nyni soyedineniyani) VII. Acid Cleavage of the
a-Alkylea-(3-Kotoalkenyl)-Acetic Esters S?ZI. Kislotnoye
rasshchepleniye a-alkileqa-(:-ketonlkenil -atgetoukgusnykh
efirov)

PERIODICAL:; Zhurnal obshchey khimii, 1958, Vol 28, lr 1lo,
pp 2732 - 2735 (USSR)

ABSTRACT: The u-alkyl-a-()-ketoalkenyl)-acetic esters obtained

by the authora (Ref 1) by the keto vinylation of

a~alkyl acetic ester ars of intereat for organic syns

thesis, The authors began their investigation with the

resction of their acid cleavage. These conmpounda are

related to the acid decomposition of asa-diacyl derivatives
of the esters of fatty acids so that an easier separation
of the acyl group than of the p-ketorinyl group was 1o ve
expected. The cleavage of the a-alkyl-a-(}-kotoukmyl)-
scetic esters according to Dieckmann (Ref 2) and
Bouveault (Ref 3) (Dikaan,Buvo) failed due to their

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Reaction of Bp-Chloro-Vinyl Ketone With p-Dicardonyl 507/79-28-10-23/60
Compounds. VIl. Acid Cleavage of the a-Alkyl-u-(3-Ketoalkenyl)-Acetic
Esters

tendency %o complex condensations and to the foraation
of side productas. The use of aqueocus amzonia solution
with the addition of armonium chloride (Ref 4) was
successful 4in this cleocvapge, with the above mentioned
esters being subjected to a sufficiently easy acid
cleavage under the forrmation a-(3-ketoalkenyl)-alkane
acids (8ee Beaotion Scheze 1). The more accurate testing
of this reaction by the decompoaition of a-ethylea-
(3-ketobutenyl )-acetic ester showed that the firnal
result depends on the amount of the related ammonia
solution, as it may be seen from the dxta given in

table 1. The reaction is of general character. It is
shown that the acid oleavage with the increase of the
molecular weight of the a-alkyl-g-(3-ketoalkenyl)-acetio
esters demands atricter conditions and at the same

tine offers snaller yields of a-{3-ketoalkenyl)-alkane
ccids. There are 1 table and 6 refaerencen, 2 of :ich

nre Soviet, ams VSs
;&4‘&274.! v W/ (

St [
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AUTHORS;

TITLE:

PERIODICAL:

ABSTRACT:

}ogggimﬂ He K.i Khozutova, Ye. D., SW/?9-26-1a-24/€a
) azilevskiy, K. ¥,

Investigation in the Isoxaszole Series (Issledovaniye v
ryadu isoksazola) VII., Chloromethylation of Isoxazolea
(¥11. Khlormetilirovaniye izoksazolov)

Zhurnal obshchey khimii, 1958, Vol 28, Er 1o,
PP 2736-2745 (USSR)

Recently Kochetkov shcwed that the 3,5-dinethyl
igoxazole can enter into the chlorozethylation
reaction (Ref 10). Results are mentioncd that were
obtained in a detailed inveatigation of this reaction
with various substituted isoxasoles. The nuthore
proceeded from the chloromethylation of the easily
accessidle 3,5-dimethyl fasoxazole ns 4t was the most
useful reaction and excluded the for=ation of isozers:

He—C—CHy  ClR,0— f—g—cH
H Comuses ¢ N oy B C=C ¥
3 \ 3 \0/

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Investigation in the Isozazole Series. VII.Chloro- 507/?9-26-1n-24/6a
methylation of Isozaroles

The chloromethylation was carried out with para-
formaldehyde and hydrogen chloride, dichloro dimethyl
ether, domnochloro dizmethyl ether using various catalysts
(chlz, H2804. 8n614) and various solvents (hydro-

chloric acid, sulfuric acid, dichloro-ethane, chlorofora),
The results are ziven i1 tabdle 1. The reaction with
paraformaldehyde and hydrogen chloride in the presence of
ZnCIZ in dichloro-cthane as well as thzat with dichlero

dincthyl ether showed the best resulta. It was denonsirzted

that the easiness of the chloromethiylation in the
series of isoxazoles increases with the nunber of
methyl groups in the nucleus., It turned out that

in all cases when the position 4 in the nucleus of
isozxazole ip not substituted the chloromethyliation
reaction tends to that position, shich alco holds for
the S5-phenyl isoxagzole, A saponification method of
the chloromethyl imoxasoles into the corresponding
alcohols by heating the chlorides with an agueous lead
oxide depositing as well an an direct oxidrtion mothod

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Investigation in the Isoxazole Series. YII. Chloro- 807/79-’8-10-24/60
methylation of Isoxagoles .

ASSOCIATION:

SUBMITTED:

of the substituted chloromethyl 1scxazoles into the
corresponding isoxasole carboxylic acids were devised.
Table 2 gives the chloromethylation of isoxazole and its
homologs. There are 2 tadles and 18 references, 8 of
which are Soviet. .

Hosiovakiy gonudzratvennyy universitet (Moscow State Uni-
vorsity)

July 29, 1957
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AGTHORS: Koghetkav, M, K., Khomutov, R. U., 507/79-28-11-25/5%
xar;eyskiy, ¥. Ya., Budovskiy, B.I.

TITLE: Cycloserine and Related Comjounds (Teiklonerin 4
rodotvennyye soyedineniya) JII. On the §ynthesis of
Cycloserine ( 111.0 sintess tcikloserira)

PERISDISAL:  Shurnal obshchey khin{i, 1950, Yol 20, 5ir 11,
pp 3013 - 3019 (USSR)

ADSTRACT: Lately, the authors had reported on & new oynthesls
of the antibiotic cycloserine, the d-4-aaino isooxazoli-
donge«3, froa an accessible ester of the a,p-d1-
chloro propionioc acid and acetoxize (Ref 2). As
further chemical and clinical investicationa (Refs
3,4) proved itc high antitubercular sctivity this
synthescis was investiznted in detnil. A1l other
soientists have hitherto proceeded from the weakly
accegsible amino acid of serine. The synthesic of
the authors took place according to the mentioned
acheme 1, with methacrylate serving as initial sub-
stance. The condensation of the methyle-u,p-di-

Card 1/!& chloro propionate (1) with acetoxime seeszs to te the

-
1
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Cycloserine i< - plated Conpounds. ITI. On the Symthecic 857/79-28-11-25/55
of Cycloseri:sc :

bottleneck of this synthosis, The difficulties are
due to the faot that a seleciive rubstitution of the
p=hzlogen cton must be carried cut. The reactlon (1)
with ncetoxime wes investirated with different
solvents at different temjperatures cnd at different
r-tios of the reacting conpounds. The condensation
(1) with the oxinme supplied the Lest results in the
preserce of codium nothyleate in methenol at 0-5
(yio0ld of compound (11):25-30%). Besides (IT)

rloo the gechloro p-methoxypropionste (208), =nd
apparently also the methyl-a-chlorc-acrylate were
obtained., Of the two poscidle reaction processes the
one with the previous separation of hydrogen walide
with the subseguent affiliation of the forusd a-
halogen aerylate to the double bord =y selected.

In the azinatior the eater was first trir-forred

with slhali liquor into the aold (ITI), which then was
subjected to the aminntion. After loszer exjerinerts
the amirntion was cnrried out with excess liqul
anmonia on heating under the for-ation of (IV).

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Cycloserine and Related Compounds. III. On the Synthesis 80V/79-28-11-25/55
of Cyclozerine :

This aoid (IV) was separated in fors of the
chlorine hydrate, shieh further on served as the
main product of the synthesis of dichloro hydrate
(V)e The acid hydrolysis was used (Scheze 2)- for
the melection of a seoure and convenient trarsition
fron (IV) %o (V) under various conditions It was
found that the aynthesis of (V) 1s most convenient
from (VI); it may, however, also be carried out
direotly from (IV) o (VIII), In the last stage
it was possidle to anoremse the yleld in the
cyolization of the dichlorine hydrate (V) to the
cyoloserine from 65 to 82%, sith the product already
separated in analytically pure ntate from the reaction
mizxture, Compared to earlier syntheses of cycloe
serine the one mentioned here offers a better yield
and avoids the use of resinous compounds (Refas 5,10).
The racemate of cycloserine showed a high activity -
against infeotions of all types. There are 11 refer-
Card 5{3 ences, 3 of which are Soviet.
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AUTACRS:
TITLE:

PERIODICAL:

A3CSTRACT:

Kochetkov, H. K., Kudryashov, L. I. S0V/79-20-11-26/55

v —

A Yew ‘encuon of a-Pyronos. Syntiesis of the Vinylogs
of the BEsters of f-Ketonic Acids (Novaya reaktsiya a-pironov.
Sintesz vi1 ilogov efirov g-ketonokislot)

Z2hurnal obshcney khiaii, 1950, Vol I8, Ir 11,
pp 3020 - 3023 (USSR)

Continuing the pajers by Pechnann b ¥elsch arnd
Houffmann (Refs 1,2) the authors report 0. a new
resction of the opening of the a-pyrone cycle,

which nmade possible the synthesis of the hitherto
unknown vinylogs of the esters of the f-ketonic
acide. On the action of ammonia or arouatic aaince
on the ceters ¢f the 6-alkyl-a-pyrone-3-carboxylic
acids no anmides (Ref 3) are foraed. An unstable
product is forzed froa the 6-nethyl-3-certethoxy-a-
pyrone and aniline in bonzene sclution, the annlysis
and nolecular weight of which point to the affiliation
of one mol 1lino to one nole carbtethoxy ;yrone,
which 1s opposed to the structura of an anilide. The

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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A New Renction of g-Pyrones. 3yrthcsis of the Vinylozs 33?/79-28-11-26/55'
. of the Boters of p-Ketonie Acids

further experimants pointed to tho preserce of

a free carboxyl group and to inmine binding. Thua,

it is olear tha® in the troatment of cartethozy pyrone
(1) (ReCH,) with aniline the pyrone cycle (s opened,
In oarofuf decarboxylation of the renction product

(1) with aniline the ethyl ester of the §-H-phenyl-
anino aorbio actd (I11) 1o obtained, the ziructure

of whioh 1is proved by way of the ¢asy hyirolysis

by the transfornation into the vinylog (Iv). The
described new reaction of the opening of the

a=-pyrone oyole is of rencrsl otarncicer. Thue, thre
pyrone (1) (R-O,K7)-with ani{line in nlcohol solutisn
yleldo the ! compound (I1) (R« c,s7), which by
decarboxylation and hydrolyeis with hydrochloric
acid yielda the compound (IV). The syntheair:d vinylogs
of the P«ketonic acids transforasd into the enters

are colorless, sufficiently stadle l1iquids .that darken
only 4in the course of tire. There are 5 references,

Card 2{2\ J of which are foviet,

vinyl ketones, a

- e et e s s rimtae s

mt not for the most siaple alkyl-fechloro-

& thoge can bYe obtained more
card 1/ by the firat mentioned method., In the case oro:sily
ard 1 j*_ failure of the first nethod the second zay be of
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8ynthesis of Aliphatio ﬂ-chlora—V1nyl Ketones Fros 807/79’25""27/55
Oxy-Methyl Ketones

{aportance. Two exaaples of the synthesis of the
aliphntiu‘ﬂ-chlorc-vinyl ketones from oxy-methylene
ketones were givim, which can in all ocases be used
for the aliphatic series as well, The reaction of the
oxy-methylene pinacoline with thionyl shloride

in bensene solution was investignted in detail. It
wap found that the substitution of the enol hydroxyl
of the oxy-methylene ketone by chlorine %takes place
gufficiently easily. In this case the yield of alkyl-
p-chloro-vinyl ketones amounted to 70-80%, which must
nlso hold for other #l%yl=p-chloro-vinyl ketones. The
earlier inaccessidlo a-alkyl-f-chloro-vinyl ketonesa oan alao
be obtained according to this method. There are 15
references, 9 Soviet references.

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State
Univeraity)

Caxd 2/p
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" . AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:
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Khorlin, A. Ya., Chishov, O. 3., 307/79-20-12-41/41
Kochetkov, N. K.

Derivatives of Bicyclo (1,2,2) Heptane (Proisvodnyye bdbitsiklo
(1,2,2) geptana) IV. Some Anines and Amino Alcohols of the
Bioyclo (1,2,2) Heptane Series (1v. Nekotoryye asiny i asino-
spirty ryada bitsiklo (1,2,2) geptana)

Zhurnal obshchey khimii, 1958, Yol 20, Nr 12,
pp 3345 - 3351 (vssA)

The arines of bloyclo (1,2,2) heptane series owing to the
physiologiocal aotivity of nome of their sost important
conpounds are attracting the attention of scientists (Refs 1,2).
The authors had racently described the syntheais of sone

anino ketones of this sories (Ref 3), nazely, the synthesis

of some derivativas of 2-acyl-3-dialkyl nsinobieyelo (1,2,2)
heptane. To continue the investigation of the physiological
activity of the anines of the bioyclo heptane series sone amino
aloohols and amines of this seriens were synthesised, whioh
wera then pharmacologienlly investipgated in the form of

their hydrochlorides and iodine alkylates. 1t was inter-
esting to investigate in which way the physiological activity,

CIA-RDP86-00513R000723510015-7"
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Derivatives of Bioyclo (1,2,2) Haptane. IV. Sone Anines S0Y/79-28-12-41/41
and imino Alcohols of the Bioyelo (1,2,2) Heptane Series

especially the hypotensive effect might chonge in coapounds
with the anino group in position 3 and with che same cardon
skeleton as that to be found in bicyolo (1,2,2) heptane,

if in the position 3 an oxy-alkyl cr Just one alkyl group
ware subatituted for the ancyl radical. To arrange the trans-
formation of the aaino katones of the bioyclo heptane
geries into the corresponding anino alcohols their reduction
with alusinum-11thium hydride (Lum4) was carried out

(Scheme 1). This reduction takes place very easily. The
ylelda of the corrssponding amino alcohols (1), (11), and
o -~ (111} unknown before were alm »t quantitative. Thus 2,1-0%y-
R - alkyle3edialkyl asinobieyelo {1,2,2) heptane was synthesised .
' by reduction of.Z-acyl-3~dialkyl blayclo (1,2,2) heptane
with L£A1R4. 2—alkyl-3-dialkyl asiro dleyclo (1,2,2) heptanes

were obtained in two ways: 1) By treating 2-acyl-3-dislkyl
amino bieyclo (1,2,2) heptane with phosphorous pentachloride,
by further reduction of the interaediste products with

ging dust, and by hydrogenation. 2) By treating 2,1'-oxy-
alkyl-3-dinlkyl-aminobloyolo (1,2,2) heptane with thionyl

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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. Derivatives of Bieyclo (1,2.2)Btptlno. IV. Sone Anines 801/79-28-12-41/41
and Aaino Alcohols of the Bicyelo (1,2,2) Heptane Series

chloride and with subsequent hydrogenation. The probdlea

of the dependence of physiological activity on the structure
of the anino derivatives of bioyeclo (1,2,2 heptane is
discussed. There are 4 references, 2 of which are Soviet.

ASSOCIATION: Institut farnakologii & khimioterapii Akadeaii meditsinskikh

nauk S3SR ( Institute of Pharssaclogy and Chesotherapy of
the Acadeny of Medical Soiences, USSR

SUBMITTED: Septesber 30, 1957
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*ITLEs e Investigation of the Thatouexiud of the AL"Il- chuirniinyl
Katonus According te Infrared Abusorptien Spetii (Issicdovar die
tautoaerid a’lkil-':'mir.ovinil‘,;e:.onov Lo dnfrairainis ot ran 35

joahcheniya)

PERIODICAL:  Zhureul Fizleledzoy Ontald, 1398, Yole 37, 3r Yy 2o 13,-1,C (UISR)

+ ABSTRACTS The prescnt wor. 1a directly corneC rgt 24ih wwsiler works (refe~

. renes 1 and 2)e whe tnvestigations in thege wCrAE referred to the
clarificution ol 0 usddon ef the sidsrenee of .panine-iuide~

* -tautonerisn. Yhe prusunt 10rk 13 Llge deveiod o the saue quustion.

the apectra shtainad X arisoentally nre 24 covared feie and Lone
sered with wach other. 1) ithe rarge 2000 - 3600 sa” 'y of the vae
lance-X-H-ossillationd. In She apectmun €4 boe ® 144 .x;ul-[.-nuino-
vinyl zetond, 1.0 in the oL ~fors of thi mbatarce uaserpticn
sanda with 3140 and 1222 ::.1’1 correaponein, %o the cacillations of
+he OH _roup, arc pracent. It 15 ghouwn vt the Sg-forn 1z a nere
or lapns pure juida-cnecl foru{
2) wre ran3e 1,50 - 1700 ga~! of the couuwla Sund e Al duta -ohtalli=
Card 1/5 od here ap:iak in t.eour of the foot th ot oty os-fora corrasponds -
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KRS

Tlete20/32
e Investijation of the Tautcuneriay of the Alk;l-}-&ninc?:nyl Latonea According
to Infrarcd Abaorptivn Spectra

to tha ialdaeencl form, and that .o troaufooation preduct of the
ol -foria wid tha adxture of the &~ ol jefim repreacTis a
dxtura of the Lufde«inole and of he cp.uir setetono=fota. 3) The
range 76C « 1450 ou” e In ho gpscinvn 0" ine akxturs of the =,
and [-scrus of the :"mt’...rl-’.‘-u.d.wa‘.;,;1 wilon: 1200 - nid 1002 cu -
b.nds are prasent, wilch were nv. oheorve t dn tle gyoctrun of the
ol -fora ard ara characterintic fur Ll . cinuesutcngefotm. G-

nerally, an dnterpactation ol the ?md-o ¢ uhia paroe 22 vory dif-

ficults 4) vhe rungu L0 = 707 en” V. In tha ajoctrun of the mize
‘ bure of oL - and feforaz of houologues of ihe ;lkyi-p-rninsvinrl

totups1 odde bandg 4th an wrerpticn wrrive ~ S50 ca” uTe Ta-

senbe Mess Landa besoue codentially nc nt.ndve §in the spectra
of she ol eforae It §: nzevawd 0% Voo ond serreopen ) to the
Joforwatien cocillathna of the hodewl sreuy of the imidre-cnols
“forme Ib reer L3 urstoed that g connitrl crson o -ith roapect
tu the obuer Fonge s 130 gl fox tod o
Sutmin. vy 4t du proved vt e Ll i ii: in
gpaetie (in Aae zun, o wd GO0 - uul eu” :
vingl hetepe, of ito howiossu. . e i e cedeiecsenzovndy in dife
feront jh.oloal etaten hat the ..1‘:;-}-§L-d.;:n;vi*',1 .tened exiat
Card 2/3 in tautomerde corasg wize o8 on crauinl-wiinesTora (A) nd ac an

..

L]
sorsd nhoerstion
Vet iepesninge

h

L R P R S T T
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75at22y/10
Tt Investigation of the Pautozeris: of the 4llu 1-fed:d D ietenas
3 o «Ledifnusingl Kelenea lozording
to Iufrared Abuorjticn Speotra T sordin

A ! . a
imidi-cnol-fora (B). vlere ure 1 Jfivwe, ond 15 raferanced, & of
wlieh are Slavioe,

ASSCCIATIONS Loucow Stute University $nend . V. Losoncuov
(liookovilidy comdaratvenny universitet in. 2. Y. Loaseposeva)

SURLITTED: Catoher 24, 1954

AVAILABL:: Library of Congress
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R S07/20-121-3-10/41
ATHORS: _Kochetkov, H. K., Hifentiyev, Bs Te.
topTTLE: subatitution Reuctions in the ¥nthylene Sroup of f-Xeto-

acetals (0 reak_tsiynkh zemeshcheniya v metilenovon zvene
P-kntcntsetaley!

¢TATODICAL:  Doklady Aksdemii aruk SE8OR, 1958, Yol. 121, Kr 3, PPe 462465
(vasn) :

ABSTRACT: In recent tires f ketoscetals have Leen zore and more widely

opplled in orgunic 9 nthesiz, It is trie that they are eanily
acoessible (Refs 1-3). Cyclic a.z0toncetrnls rocently produced
in the lsboratory of the authora turned out to be particular-
1y wivantageous becauce of their hirh stability (Ref 4)-
fi{therto only the coniensationa with: ree;cct t0 the keto
roup of ucetale have been used for purposes of syntheain
Refs 2, 4-6) or their tranaforgations according io the
type of reactlicne of f-dtcarbonyl conpounis, This was dane
mainly for purposes of synthesis of hoterncyclic conpounds
{(e.2. Aefs 1. 7). The reaction of rerlnce=ert of a.ketoncets1ls
in the methylens group {a of uarticuirr inie;est since 1%
Card '/} will render pongible their pplication in & completely nev

A "
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Subatituiion Renctiona in the Yethylene froap of SeKutoncetnle

field. Preliminery findinre ooncerningy rewctions of this type
are reported on: &) bromination of fi-ketoucetaly under verious
conditiona. The methylene member can be ¢aaily brominated :in
the aqueous nedium in the preserce of bariunm carbonste, Ths
reaction becomes, however. complicatod by the cleavage of
the acetal group. Thus meso-subatituted B-ketosldehydes are
forned., A more intereat ng result was obtained in the cuge
of bdbromination of cyclic acetsls in ether in the presence nr
beriuvacarbonate. The satie bromination tukes place; the
acetal group, howaver, ia maintained, The obtained bromine
acetals cen be further used for different Furposes. b) One
0f the @moat interesting poesibilities iz, however, the d=.
bronination in benzene under the aciion of caustic petanh.
In the case of action »f an excsgs suantity of gleoholic
slkali upon mogo-hromine~-ketoacotsls feketo-ascid-ether ig
forned s a resuit of & further tranaforzation of f-mcetyl-
keton-ucetel. e} / further veacticn is beings inveetigsied
by the wuthora: oridstion by meann of load tetrmmtate. I,
the case of heatirg ¢f aceto acelaldehyde dizethyl ncetal
%ith ililg reagent in & “enzene- or acectoug solution aceinl
Card 2/3 1s oxiduted on thdnethyl ric group. “he reaction becomes fore

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Substitution

AJ30CTATION:
PRESENTED:

SUBKITTED:

50V/20-121-3-19/47

“esctiona in the Methylene Oroup of P-Xetoacetals

complicated by replacing one of the alkoxy rad ’

‘ ¥ radicals by the
acetoxy group. 4) Furthermore the condensation of tht’oyclio
benzoylmacotnldehydo acetul with benzaldehyde was investis i
guted. There are 12 roferences, 4 of which anre Soviet.

Hoskovakiy géuudsrﬂvon ;
iy @ DYy universitet im. . ¥, L Y
(icscow Tiate University imeni X, v, Lomonoso\r)' pRono. v

Karch 10, 1958, 57 A. N. Ye L
""cienceg: USSR' 7 smeyanoy, lenter, Acadexy of

Yarch 3, 13258
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: 5(3) |
AUTHORS: . ‘Sheynker, Yu. H., Ambrush, Tvnn, 307/20-125-4-30/5)
' Koohetkov, X, K. :
TITLE: Acid Pro;;ertiei of 3-Acyl Pyrazoles (o kislotnykh nvoyitvnkh
}-aunpiruolov) ~

PERIODICAL: Doklady Akademii mauk I35SR, 1958, Tol 125, 7 4y
pp T09 - 712 (UssA)

ARSTRACT: 3-acyl pyrasoles lhave propertics of weak acids (Ref 1). TO
explain this the ruthorgs assumed that the s:1% foraation is
agcompanied by a tautomerie displacezent of the doubdble bdonds.

The aronatie pyrazole ayoten io guppoced to be digturbed and
O-zetal derivativas forred (3chene 1). The woll known thesres
that the oxygen atom is more atronsly negative than the nitrogen
atom, which causes the negative charge 19 be nainly concentrated
on the oxygen atows, tonds to yrove this. An garlier investigation
(Ref 6) in the laboratory of the suthors has shown that ia
the ultraviolet spectra of 3-noyl pyraszoles on the transition
from a neutral to an alksline nediun & congideratle dbatho-
ehromie displacercent occurs. This rould tend to show charges

Card 1/3 of the aystem of s-electrons of the moleculr. With 3,5-d4i-

T -
o
A SR
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Acid Proporties of 3-Acyl Pyrazoles 507,/2¢~125-4-38/53

Card 2/ 3

phenyl-4-bromo pyrazole which in also acidic, but incapadle

of the adbove tautonerio dig;l.coent, no Ai-placement in the
apectrun ocoured (Ref 7). A noconi paaaibility (Schene 11)

of the acidity in guestion ig that tte R-H bond in the
pyrasole nucleus is polarized, which aakes yoaoible the
separation of hydrogen as protcn. This may occur due to

tho action of the electron acceptor effect of the carbonyl
group of the acyl raiical linked with the nucleus (Refs 8,10).
After the firot exjlanation (Rof G) hnd not nade poanible

a definite ohoice tetween schene (I) and (11}, the authors
inveastipnted the infrared spectra of the acrl gyragoles and
their metal derivatives. Pigure 1 gives the results obtained.
They caured the cuthors to conpletely drop the assumption

that the salt forn:ztion of the acyl pyrazoles leading to

the formation of O-metal derivatives (Schese I) takes place.
In connection heresxith alwmo the earlier aszunytion (Ref 6)

of a tautomerisa of the 3-acyl radicnla 1s dropped. It ba-
comes olear that as far as there 4s a carbonyl group in the
metal derivatives of the 3-acyl psrazoles the salt foraation
of thane conpounds is connected with the polarization increase
of thdll-fl forsation of the pyrazole nucleus unier the electron

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Acid Properties of 3-Acyl Pyrasoles S0Y/20-123-4=33/53

acoeptor effect of the acyl group (Scheme I11). Apparemtly the
disturbance of the aromatioc pyrazole nucleus, in spite of the
high electronegativity of the oxygen atom, represents such a
great hinderance that salt fornation with the nitrogen atom is
an snergetically advantageous proceos. The nentioned batho-
chromic displacement is probably connected with a certain de-
formation of the system of x-electrons of the pyrasole nucleus.
This is also proved by the above-mentioned displacessnt of the
bands of the Ces 0 group in the apectra of the 3-acyl pyratole

salta., There are 1 figure and 13 referencen, % of which are
Soviet.

ASSOCIATION: Mookovskiy gosudarstvennyy universitet in., M. V. Lomonosova
(Moscow State University imeni M. V. Lomcnosov)

PRESENTRD : July 1, 1956, by A. H. Nesaeyanov, Acadenician

SUBMITTED: June 25, 1950
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YLORD aslstorl;
Norman 0. ANDUBYSY, V.M, (translator]; RUISKKD, V.A.Ltre
“ 'ann.'. a.n'l. [tmﬂ;tor];,gmg’.w!_.h. red,

(Reduotion vith complex metsl hydrides] Vosstanovlenie kompleksaysi

92
gldridani metellov, MNoskvs, Isd.ve inostrsnnol uhx&h}&'{z;z)? P

(Reduotion, Chemicsl) (Hydrides) e
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50v/63-4-6-31/37
AUTHORS Kochetkov, N. X., Nifan't'yev, E. Ye., Shibayev, V. N.
TITLE! -frief Communications. New Synthesis of Phenanthrene

PERIODICAL: Khimicheskaya naulm 1 promyshlennost', 1959, Vol 4,
Nr 6, p 808 (USSR)

ABSTRACT1 A new method of synthesis of the phenanthrene ring
system was developed. The above method allows ob-
taining 10-alky1~1,2,?,h-tetrahydrophennnthrene, and
9-alkylphenanthrenes (new products) according tos

0 COR
soxi Tl ngRi
: e P i ————————
Ol o O: ]
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. ‘Brief Communicatlons. New Synth=als oS F '
30v/63-4-6-31/37

oAPPROVEE FORERELEASE: 09/18/2901 CIA-RDP86-00513R000723510015-7"
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Cyclohexanone was condensed with acid chlorides in
the presence of A1013 forming acyl-2-chlorooyclohex-.
-2-enes (II), R = CH3, bp 108-109°/15 mm

naC 14985, 8,2° 1.1232, tn 82% yicld R = ClH,,
bp 102-103°/9 mm. n 20 1.4929, a,2° 1.0903, 1n 59%
yleld. R = 180-CyHg, bp 70-n°/0.1, nnzo 1.4859,
duao 1.0420, in 45% yleld. The above compoun¢s 11
were converted with ethylenc glycol and with alkall

_ into monoethylenekctals of 2-acylcyclohexanones (11x).

Card 2/U
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Brief Communications. New 3ynthesls FTEuT ,
_of Phenanthrene SOVA6g-e-6-31/37

Dehydration of compounds V over Fd form 9-alkylphenan-
threnes (VI): R = CHj, picrate, np 138.1499;, R = C_H

_ 25!
picrate, mp 120-121".

ASSOCIATION: Lomonosov Moscow State University
{

Moskovakly
gosudarstvennyy universite' iren .

)
i
M. V. Lomonoscva)

SUBMITTED: June 9, 1959

Card b/i
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AUTHORS s

TITLS:

PERIODICAL:
ABSTRACT:

Koohatkov, . K., Budovskiy, E. I., 30Y/19-29-1-16/74
Khosutov, M. M., snd Karpeyskiy, M. Ya.

Cyoloserine and Related Compounde (Tsikloserin 1 rodstvennyye
soyedineniya)

IV, o¢ «Bensoyl-Aamino Aorylic Hydroxamide Acids (1Iv. 6t -Bensoile
aninoakrilgidroksamovyye kisloty)

Zhurnal obshohey khinii, 1959, Vol 29, fr 1, pp 66-75 (USSR)

In the search for methods of synthesising the recently dis-
covered antibiotic oycloserine and related compounds the
authors believed it would be of advantage to extend their
investigations to several hydroxaside aocids having an weyl
asino-group in the o -position. Further reactions with this
group brought about i new way of synthesizing cyoloserine
analogues, The preseat paper daals with the synthesis of

A =substituted otebenzoyl-amino sorylio hydroxsaide scids, The
most favorable synthesis of those coapounds was the reaction
of agoldone '  with hydroxyl aaine. Shaw and XcDowell

(Ret 4) succeeded in opening asolacioae by resction of
2.phenyl-4-bensylidene oxasolone (1a) with free hydroxyl saine
in methanol. This reaction, wss, howvever, accoananied by

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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MEELRTE

+ Cycloserine and Related Compounds. . S0Y/79-29-1-16/74
IV, o-Bensoyl-Amino Aorylic Hydroxamide Acids

sidearenstions so that the yield in ™ -bensoyl-aaino- A-phenyl-
~aorylic hydroxamide soid (IIs) amounted only to 50 %. Apart
from this aoid Oc¢-benszoyl-amine- B-phenyl- A-oxyasino propionic
avid was separated (&5 %). Here, the reaction vas carried out
under varying conditions. Of essential importance in this
conneotion the optimum peroentage of the nediua, whioh is not
alloved to exceed 5-6.5, as othervise coaplications would
arise, Thus,a general synthesis of /3 -aryl-oc.bensoyl-anino
sorylic hydroxamide scids was worked out by reaction of
2-phonyl-?-nrylidsno oxasolones with acetic hydroxyl amine in
aethanol (5-6.5 %1). (Yields 70-90 %) which is also spplicable
fo the synthesis of A-alkyl- & -benzoyl-naino acrylic
hydroxamide scids., By ocatalytio hvdrogenation of /3 -aryl-

= & «bensoyl-amino acrylio hydroxamide acids the o -bensoyl -
-{S-ml alanine hydroxamide 2014, were obtained. The
struoture of the synthesised compounds was proved by
hydrolysis up to the Ox-bensoyl-fB-aryl alanines. There are

1 figure, 3 tables, and 16 references, 4 of which are Soviet.

, AMs vss.
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; 807/79-29-1-11/14
+ AUTHORS: L‘toa}mtkuv, N. K., Xhorlin, As Ya., Lopatins, K. I.
TITLE: Derivatives of Bioyolo=(1,2,2)-Heptana (Proisvodnyye bitsiklo

1,2,2) geptana) V. 3-Asino Isocaaphane and Related Coapounds
¥. 3-Aminoizokazfan 1 rodstvennyye soyedineniya)

PERIODICAL: Zhurnal obshohey khiamii, 1959, Vol 29, NKr 1, pp 75-81 (Ussn)

ABSTRACT: The authors worked out in detail the aynthesis of the product
3-pethyl-amino isocamphane whick was recently found to be
highly active (Ref 1) in order to obtain new knowledge con-
cerning the relation between the structure of the ganglion-
blooking and hypotensive properties of a series of aaino

derivatives of bioyclo-(1,2,2)-heptane (Ref 3). Por this pur-

pose they synthesized several other H-sudbstituted 3-amino i1so-
camphanes. Only brief desoriptions of the synthesis of 3-methyls
amino isocamphane by reaction of cazphane with the poisonous
hydroocyanic acid have hitherto been published. As found in

this conneotion the described reaction takes place in two

directions at +50 (Scheme 1). At =20 up to -15° 1t proceeds

in one direotion (Scheme 2) in which case the yield in J-form-

anide 1socasphane amounted to more than 70%. In order to avoid
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80V/79-29-1-17/74
Derivatives of Bicyolo-(1,2,2)-Heptane. V. 3-Amino Isocazphane and Related
' Compounds

the highly-polsonous hydrocyanio acid new mathods of synthesis
of the aoyl derivatives of 3-amino i1socamplune were investi-
gated acoording to Ritter,’sliembove mentioned (Refs 5, 6).
Aoccording to Wagner it was possidle to substitute hydrocyanic
acid by aceto- and benzonitrile at low temperatures of up to
=50%. In the condensation of camphene with dichlorc- and tri-
chloro-acetonitrile in the pressnce of concentrated sulfurio
acid it was possible for the authors to obtain already at 0°
the oompounds (1II, B CHC1,) and (111, !H:CIB) which lead in

the resotion to_the compound (III), with n-cn, (Scheme 3)y in

this ocase the regrouping acoording to Wagner was not necessary.
The aocyl derivatives (I,III,IV) of 3-anmino camphane were used

as initial products for the synthesis of secondary aaines of
this series. The yields of the compounds thus obtained (V), :
(V1), and (VII) were very high. The results of the physiological
investigations of the above ocompounds together with j-amino :
isocamphane are mentioned in the table shich shows the
dependence of the ganglion-blocking effect of the structure in
the series of asino derivatives of isocamphane. There are

1 tadle and 8 reforences, 2 of whioh are Soviet.
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' AUTHORS: Kochetkov, K. K., Vorotnikova, L. A. 507_/79-29-2-56/7‘2

TITLE: Some Derivatives of 1,2,3-Triaminopropene (Nekotoryys prozz{od-
nyye 1, 2,3-trissinopropens)

PERIODICAL:  Zhurnal obahchey khimii, 1959, Vol 29, ¥r 2, pp 532-53% (vase)

ABSTRACT! From among aliphatic-arcmatic amines many are kanown shich de-
velop s strong and versatile physiological activity, e.g. the
derivatives of N-subatituted ethylene dianmine of type (1). It
was of some interest for the authors to synthesize the 1,2,3- ‘
trisminopropana derivatives of type (11), which so far have been
unknown, and to investigate their physiological effect. Recently
Morren, H. and Denayer, R. (Ref 1) reported on the high spss-
molytio activity of some derivatives of this type.

l, nnncnz-cn-cnzanx

n{ %1) 277Ny R,R, (11)

in (1) n, and !2 are aromatic and aliphatic-aromatic radicalsy

n, and R, - cn,, c2n5 etcj in (II) R, = Ar, B, = ArCH,. Aocordirg
Card 1/9\ to the scheme mentioned, the authors synthesized eo.poundi of .
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80V/19-29-2-38/11
. Some Derivatives of 1,2,3-Trisminopropane

the 1,2,3-triaminopropane series which have aryl and aralkyl
radicals at the central nitrogen atom. The a-gp-dishlorchydrine
of glycerin (I11) was condensed with the secondary amine (di-
methyl amine, diethyl amine, piperidine, morphoiine and hexa-
methylene imine), After treataent with thicnyl chloride the
amino alachols (IV) obtained passed into the amino ohlorides (V).
The last stags of resotion comprised the condensation of (V)
with secondary asines of the type beneyl aniline in toluene and
the addition of sodium amide on heating. The separation of (II)
was oomplicated (by-processes). Through distillation of the
reaction produots in vacuum it was possidlie to obtain sompound
(IX) 1n pure state (yield 25%). Due to their hygroscepis nature,
the chlorine hydrates (II) could not be obtained in orystalline
state svhiah holds also for sulfates and oxalates for the same
reason). Por the purpose of charaoterising the products (II)
obtained the authors aynthesiszed their 1odine aesthylates; in
this process only sonoicdine metlylates in pure state resulied
in all casmes. All preparations produced exhibit a very weak
spasuolytio aotivity. There are 3 tables and | reference,

ot Mﬂ CL—»-ZLAW amg VSse. |
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| 80v/13-29-2-39/11
' AUTHORS § Koohetkov, N. K., Khomutova, Te. D.

——

TITLE: Investigations in the Series of {soxasole (Issledovaniya v
ryadu isoksasola). VIIIL. Blecirophilic Substitution in
Isoxasole (VII, Elektrofil'noye saneshcheniye v 1soksasole)

PERIODICAL: Zhurnal obshohey khinii, 1959, Yol 29, Rr 2, PP 535-539 (USSR)

ABSTRACT ¢ Many fundamental problems of the chemistry of isoxasole have
hitherto resained unsolved in spite of many studies on this
subjeots. The problem of the aromatic nature of this high-
1y interesting heterocyclic systea, for instancs, has not
yot been explained, In connection herewith, the S-v.s. -

the reactions of eleotrophilic substitution in the series

of isoxasole and their ocomparison eith the corresponding

reactions of densens ;ad the aromsatic heterocycles are of

certain importande . w?h {ndividual nitrations, sulphuri-
satiom and halogenations (Refs 1, 2, 3) of some substituted
isoxasoles are known, they were not investigated systemati-
cally and so far no attention has been devoted to them at

all as far as isoxasole 1is ooncerned. According to previous
nitrationg, brominations and sercurations of r-phenyl 1s0-

zasole (Ref 4), in the oourse of which the substitution took
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80/79-29-2-39/11
Investigations in the Series of Isoxasole. VIII. Electrophilic Substitution
in lsoxasole '
place primarily at the {soxagole ring, it was necessary here
to draw respective conolusions as 10 the relative activity
of isoxasole compounds in the reactions of electrophilic sud-
stitution. Therefore, the simplest representative of this '
olass, i.e. isoxasole 1tself, was subjected 0 the above-
aentioned reaotions. It was shown that isoxasols in eleotro-
philic resctions of substitution is considerably less asiive
than bensene and offers only small yields. On the nitration
of isoxasole vith a mixture of nitric and sulphuric aoid
Ahe aulhors obtained the nitro derivative (melting-point 47 )
in a yield of 3.5% only. They deterained by experiments that
the nitro group can ocoupy only position 4 ir nitro-isozasols
(3cheme 1). Breminstion could be carried out only if isoxazole
was heated for a while with the equivalent asount of broaias
in the presence of pulvegised ironm. The yield of crystalline
bromide (meliing-point 44 )amounted to 18%. Also in this
case the bromine atom introduced ocoupies position 4 (Soheme 2).
The sulphurisation of isoxazole could be carried out only on
heating with oleua within a few hours over the bvoiling water
bath (yield of the sulfo acid: 174). This sulfo acid was
{dentified in the form of its Sbenzyl thiourate: isoxaszole
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‘ 307/719-29-2-39/71 A
Investigations in the Series of Isoxasole. V1I1I. Electrophilic Substitution
in Iscxasole

is similar to pyridine with respect to its ocapability of
sleotrophilic substitution. There are 9 references, 3 of
whioch are Sovist.

ASSOCIATION: Noskovskiy gosudarstve universitet
(Moscow Btate Univorattys )

SUBMITTED: December 17, 1957
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*  AUTHORS: Kochetkov Budovekiy, E. I., 30V/79-29-2-59/11
. fhomutov, R. M., Karpoyskiy, W. M.
TITLE: Cycloserine and Related Compounds (Tsikloserin 1 rodstvennyye

so]edinoniya). Y. Cyclization of a-Bensoylamino-f-Arylacryl
Hydroxamic Acids (V. Tsiklizatsiya a-bensoilasino-p-arilakril-
gidroksamovykh kislot)

PBHIODICAL: zhurnal obshchey khimii, 1959, Vol 29, Fr 2, pp 635-642 (U3SR)

ABSTRACT: on reacting hydroxamic acids (I) with HC1 and HBr the corre-
sponding hydroxamic acida (11) could be expected to fors,
leading to compounds (III) by the action of alkali lyes. As
is known, however, compounds (I) may cyclize in another manner
with hydrochloric acid, i.e. under formation of compounds (IV)
(Scheme 1). The latter possibility (way B) was carried out
according to reference 2, on the cyclisation of a~bengoylanino-
-f-phenyl and a-benzsoylamino-p-n-methoxy phenylacryl hydroxaais
acid into the corresponding imidasolindone (1¥), in a 50 &nd 16 £
yield. The authors therefore closely investigated the oyoli-
zation of a-benzoylasino-f-arylacryl hydrozamic acids in order
to determine the influence of the substituent in the arosatie

Card 143L‘ ‘nucleus upon the direction (A) or (B). On treating these
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Cycloserine and Related Compounds. V. Cyclization 507/79o29-2-59/71-
’ of a-Bensoylasino-f-Arylaoryl Hydroxamic Acids

compounds with HC1l or HBr in methanol, dioxnn6 acetic acid
and within a wide temperature range (from -50° to +100°) a
slight cyclisation, almost quantitative, was obeserved, under
formation of imidazolinolone (1V), wheress the formation of
affiliation products of hydrogen halides of the type (11) was
in no case observed. Thus it bocazme evident that the reaction
for (1), regardless of the character of the substituents in
the nucleus, proceeds in the direction (B). The pynthesis was

worked out of 2~-phenyl-5-arylidene inidazollnc-151’2-01»3~ o
-one-4 (1V) by the oyclization of p-aryl-a-bensoylasino acryl
hydroxamic acids with hydrogen halide in alcoholic or acetic
aoid solution (73 % to quantitative yields). The coapounds ob-
tained develop a high bacterial activity, in which connecsion
the substitution of the N-hydroxyl group in thes by the neth-
oxy group or the hydrogen atom causes the activity to digsppear
There are 3 figures, ! table, and 10 references, 2 of which
are Soviet.

>“B;%§;§' %g?‘ﬁg (B i S Er o ey
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-29-2-60/71
' M. Ya., 80v/79-29-2
: utov, R. M.y Karpeyskiy,
h AUTHORS: g?::rin,!rc. 8.y Budgvukiy, £. 1.,
kloserin i rodstvennyye
TITLE: Cyoloserine and Related Compounds (18 onerln 4 FocsiCith &

. V1. Synthesis of Cycloser
;:{::i:;::z‘zni:: Ori:p (vi. Sintes analogov teikloserina 8

saaeshohennoy aminogruppoy

2-650 (USSR) .
RRIODICAL:  Zhurnal obshohey khimii, 1959, Vol 29, Fr 2, PP 642:65 .
relation betaen structure s8d USRI,

tical motivity in the lately disoovered 4-::¢:°workod out
P‘“dorivativou, the authors applied their ear ine analogues
QZEhoa (Refs 1,2) to the synthes’s of cycloser ®® uhis work,
:1th a substituted aamino group. In the °§“§‘. a1fferent
Borm and collaborators (Ref 3) pudblishe The synthesis
p tg¢|io»of two representatives of this ..ri.:.took place '
:znth' above-mentioned a0a)0F7EY O{oczzt:'::-:oundo (11) meet
: ¢ 1. Other ways nic
ai:;r:iggizzlzzﬁ:? g.ohlorooa-ilopropyliden: n:i:o:;gtzgiz' of
:oid (1), one of tgo intQ:ncaizt:‘g::dzizznct on the reaction
e (Ref 2) served as in ] 1cohol
Card 1/3 o1 ompound (1) with various asines in squects st
ar A

ABSTRACT: To investigate the

. Cycloserine and Related Compounds. VI. Syntheeis of S0V/79-29-2-60/71
Cyocloserine Analogues With s Substituted Amino Group

solutions no slanine derivatives (II) were found in the re-
action mixture, contrarily to the case in which inert solvents
are used and also in case the reaction takes place without
solvent with an excess of aaine. The amination of (1) was
carried out with metdyl asine, f-phenyl ethyl amine, bensyl
anine, piperidine and morpholine, which were all taken in ex-
cess to the initial chlorioc acid. The result in the crystalline
state was g-methyl amino, a-bensyl asino, a-phenyl ethyl asino,
a-piperidyl-fefsopropylidens amino oxy-propionic acid, with the
specified radicel values, in ylelds of 25-70 %. No pure

. orystalline product was obtained with morpholine. The next
stage was the transition of (II) to the dichloro hydrates of
esters (II1), which was carried out with a mixture of hydro-
chloric acid and alcohol, with subsequent esterification. They
vere partly obtained in tho orystalline and partly in the non-
crystalline state, Por the synthesis of other analogues of
oyoloserine (1Y) the oily dichlorc hydrates were used, which
were not obtained in crystalline state. It was shown that the
substitution in the amino group of cycloserine completely stops

Card 2/3 its chemotherapeutical activity. The above-described
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Cycloserine and Related Compounds. VI. Synthesis of 80Y/79-29-2-60/71
Cycloserine Analogues With a Substituted Asino Group _

cyolization of the N-substituted subdstances of p-chloro alanine
hydroxamioc acids into the derivatives of 4-aminoisooxasoli-
done<3 {s preferable to the other schemes suggested by the othw
authors. There are 3 references, 2 of which are Soviet.

ASSQCIATION: Institut farmakologii i khimioterapii Akadeaii meditsinskikh
nauk 8SSR (Institute of Pharaacology and Chemotherapy of the
Acadeny of Medical Seiences, USSR)

SUBMITTED: December 17, 1957
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AUTHORS : Koohetkov, N. K., Kudryashov, L. 1.,  80Y/79-29-2-61/T1
SQnQEcnfovn, Y. i. '
TITLE: Reaction of a;Chlorovinyl Ketones With S8-Dicarbonyl Compounds

(vsaimodeystviye p-Milarvinilketonov s p-diksrbdonil'nymi soye-
dineniyami). VII1. Synthesis of Polysubstituted Bentene Derivs-
tives. A New Reaction Type of Diene Synthesis (VIII. Sintes
polisaseshchennykh proisvodnykh bensola. Novyy tip reaktsii
diyenovogo sintess)

PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Xr 2, pp 650-657 (USSR}

ABSTRACT: An earlier report (Ref 1) descrided the reaction of p-chloro-
vinyl ketones with scetoacetic ester in the presence of potash
and it was shown that this reaction does not have s well-
defined charaoter. Ethyl ester of 4-alkyl salicylio acid forms
as chief product when there is a great excess of acetoscetic
epter. With a lower oxcess of acetoacetioc ester alao the yleld
in 4-alkyl salicylate drops abruptly, so that in the case of
the resotion of methyl-p-chlorovinyl ketone sith acetoacetic
ester it is smade possidle to isolate in larse quantities a
crystalline product with the melting point 61°. The present

Card 1/3‘ paper deals with the explanation of the structure of this
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Reaction of p-Chlorovinyl Ketones With p-Dicarbonyl S0Y/79-29-2-61/714
- Compounds. VIII. Synthesis of Polysubstituted Benzene Derivatives. A New Re-
action Type of Diene Synthesia

product and its analogues, as well as ite way of formation.
Experisents gave the folloving results: On condensing 2 mols
of methyl-f-chlorovinyl ketone with 1 mol of acetoacetic ester
in the presence of potash, the ethyl ester of 2-methyl-3,5-di.
acetyl bensoic acid is formed. A scheme is suggested for the
formation of this compound, according to shich in the first
stage the product of monoketovinylation in its enol shape enters
the resotion with the second molecule of f-chlorovinyl ketone
(d1ene synthesis). Thua it 1s established for the first time
that the unsaturated dicarbonyl compounds are cspadle of play-
ing the role of dienes in the reactions of diene synthesis.
Like various $8-chlorovinylketones, also f-diketones are capable
of this reaction,which has a general preparative significance.
It is also important for the synthecis of various polysubsti-
tuted benzene derivatives. On the basis of the structural
experiments, the product sith the melting point 61° was found
to be a bensene derivative, showing an acetyl, carbethoxy and
methyl group in positions 1,2,3 and 5. There are 10 references,
6 of which are Soviet.
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Auégéks. Kucherova, N. P., Khomuicv, R, M., 80V/79-29-3-34/61
Budonkiy, B 1., Yevdakov, Ve Poy Koohetkov, N, K. '
TITLEs Synthesis of the Thicamide of the 2-Ethylisonicotinis Acid

(Sintes tioamida 2-etilizonikotinovoy kisloty)

PERIODICAL:  Zhurnal obshchey khimii, 1959, Vol 29, Nr 3, pp 915-919 (ussz)

ABSTRACT: Recently the high chemotherapeutio aotivity of the thiosnides
of some heterooyclic aoids was reported, in particular of the
thioamide of the 2-ethylisonicotinio soid (Ref 1), This :
thioamide exceeds by its efficacy many other tuberoulostatioca
against mycobacterium tubarculosis. The synthesis of the
thioamide of 2-ethylisonicotinioc acid described in pudblications
(Ref 2) is too complicatad (of several steps) and not suitabdle
for a large-scale produciion. In the present paper & simpler
synthesis of this thioamide according to the given ascheme is
desoribed. The initial ethyl pyridine (I) synthesised acocording
to reference 3 was oxidised with peracetioc aoid to glive the
N-oxide (II) which was transformed by nitration into compound

III%. Ip the reduotion of (I1I) the 2-ethyl-4-aminopyridine

Card 1/2 17)(90% yield) was formad. The bromide (V) was obtained by
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Synthesis of the Thioamide of the 807/79-29-3-34 /61
2-Ethylisoniocotinio Aotd

ASSOCIATION,:

SUBMITTED:

treating the perbromide .of (IV) with sodium nitrite in
concentrated hydrobroamic scid (Ref 4). This reaction proceeded
snoothly and gave & high yield in (V). For the transformation
of (V) into the nitrile the former was heated with copper
oyanide. The complex compound initially formed was decomposed
by ammonis into compound (vI) (Yie1d 70%). The last step of the
synthesis was the transformation of the nitrile (VI) into the
thioanide of the 2-ethylisonicotinic acid (VII) whioch was
obtained in orystalline fors in high yield by the saturation

the presence of triethylamine. In saltless state it is
slightly solubdle in water. There are 6 referencss, 1 of which
is Soviet,

Nauchno-1ssledovateltskiy institut faraakologii 1 khimioterapii
(8oientific Research Institute of Pharmacology and -
Chemo therayy)

Pebruary 4, 1958
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- AUTHORS!

TITLE:

PERIODICAL:
ABSTRACT:

80Y/79-29-4-60/171
xooh.tkO'. ) P ‘o' Gottikh. 3. Pu' Shtulpf. Rol‘'f

Reaction of f-Chlorovinyl Ketones With f-Dicarbonyl Compounds

(Ysaimodeystviye B-khlorvinilketonov s S-dikarbonil'nysi soyedi-
neniyami). 1X. Ketovinylation of the Esters of Cyclic p-Keto :
Aoids (IX. Ketovinilirovaniye efirov tsiklicheskikh B-ketokislot)

Zhurnal obshchey khimii, 19%9, Vol 29, ¥r 4, pp 1320-132) (083!)

In connection with previous investigations carried out by the
asuthors (Refs 1-5) the ketovinylation of the esters of eyoliec
keto acids 1s discussed in the articlewnder reviev, and new
prospects for their syanthesis are given. Sudbject of the examina-
tion were the thyl esters of cyclopentanone- and cyclohexanons
carboxylic soids containing sotive hydrogen and therefore capable
of being easily ketovinylated (Ref 6). The ketovinylation of the
said f-keto esters was carried out by reaction of the sodiun '
derivative of the B-keto ester suspended in bensene with
f-chlorovinyl ketone, according to references 2 and }. The reac-
tion, whioch met with no diffioculties whatever, neither in the
case of alkyl p-chlorovinyl ketones, nor in the case of their
aronatioc analogues, resulted in normal ketovinylation products

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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S0Y/79-29-4-60/71
. Reaotion of g-chlorovinyl Ketones With fl-Dicarbonyl Compounds. IX. Ketovinylas
tion of the Bsters of Cyolio f-Keto Acids
with yields ranging from 60 to 70% (Scheme 1). After the usual
treatment the 1-carbethoxy-1-(3'-ketoalken-1'-yl-1').0yclo- )
elkanones-2 were removed by distillation (see the experimental !
part). In prinoiple, this reaction does not differ fros the S
. ketovinylation of a-slkylacetacetic esters (Ref 3). In order to
reslise the ketovinylation of other f-dicardonyl compounds of
the alicyolio series, one of the representativss of oyelie pg-ai-
ketones, vis. 1,1,4-trimethyloyclohexanedione-3,5 (methyl-
dimedone) was ketovinylated. After many, partly unsuccessful,
experiments the conditions vere found under which it is possibdle
to prepare s ketovinylation product with an output of between 30
and 35% (Scheme 2). When hydrogenated this product absorbs 1 mol
of hydrogen, which suggests only one doudble bond, and does not
yield a 1,3,5-trincetyl benszene with diluted acids, which sug-
gests a C derivative. These results confirm the theory of the
structure of the product obtained and prove the fact that it is
possible to apply ketovinylation to cyclic as well as alioyelic
p-diketones. There are 6 Soviet references. '

Card 2/3

gJZnoak Iea{;nv7rubc4£%,y7.J 4226: 114;~‘7é7/ S cx:ggei.
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aVTHORS: - Kochetkov, N. L., Cottikh, B. P. 30v/79-29-4-61/11 -
A —— .

TITLE: Reaction of thae P-Chlorovinyl Xetonss With f-Dicarbonyl Cone

pounds (Yaaiuodoy!tvi?o B-khlorvinflketonov s J-dikarbenil'rymt
soyodineniyani)s X;Preparation of the u-Pyrone Derivatives Proa
a-(3-Ketoalkenyl-1)-P-Keto icids (X.TFolucheniye profzvadnykh
a-pirona 1z a-(3-ketoalkenilet)-3-ketokislot

PERIODICAL: %hum;l obshohey khizmii, 1959, Vel 29, Nr 4, pp 1324 ~ 1328
USSR

ABSTRACT: This is a continuation of pravious investigaticns (Refs 1-3),
The authors tried in the prosent papar ts find the conditiczs
for the alkall ketone cleavage ¢f the a-alkyl-az-{3-ketoalkenyl=
~1)-acetic aoid ester which, hovever, failed, Now they tried to
ocarry out this ketone cleavage b’ an acid method and failed
again, although the roaoticn ylelded a certain rogult 4, ¢. 3,5«
~dialkyl-g-pyrones. .

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Reaction of the p-Chlorovinyl Ketones With p-Dicarbonyl  807/70-29-4-61/17.
Compounds. X) Preparatica of the a-Pyrone Derivativos Proa
a-(3-Ketoalkenyl-1)=p-Xeto Acids,

R AR
| " ml,cnscoon (
£n,00¢ €0.,0,.H. -
o225 VAN

CH-CHCOR'
R'.cn’.cansj csn7 1

This reaction is carried out deat in the 2ase of heating of the
ketovinylized ester of f-keto acid with a mixture of hydre-
ohloric- and acetio acid. The struoture of the reaction pro-

. ducts was proved by twec d{faront cethods (Aczordiag to Schaze
2 and by its hydrogenation). Thus an acid cleavage takos place
in this resotion, accoapanied by a cyclization of the producad
cster of the unsaturated d-keto acid into the a-pyrons deri-
vative. In this ocase the presence of the ketovinyl group in~
fluences the reaction direstion considerably, This is as well
the case with the acyl group..Scheme 3 dencnstrates the axaaple

Card 2/3 of & normal reasotion of the ketono docosposition in the cass of
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Reaction of the f-Chlorovinyl Ketones With p-Dicarbonyl  80V/79-29-4-61/77
Compounds. X) Preparationof the a«Pyrone Derivatives Prom
a=(3-Ketoalkenyi-1)-p-Xeto Aoids

ASSOCIATION:

the absence of the ketoalkenyl group. The prevailing acid de-
composition of the ester of the a-ketoalkenyl-f-keto acids and
the subsequent oyclization were furthermore used for the syn-
thesis of the hitherto unknown &-(a-pyronoyl)-carboxylio acids
(Scheme 4). Thus the results of this investigation show that

the transformation of the products of ketovinylization of the
esters of P-keto acids 1s under the influence of acids sssumed
to be a general synthesis of various a-pyrone derivatives which
for their part may serve as a source for the synthasis of othar
compounds (Ref 7). There arn 7 Scviet references.

Institut farmakologii 1 khiniotsrapii Akadenii meditsinskikh
nauk 888R (Institute of Pharmasology and Chezotherspeutics of
the Academy of Medical Sciences, U3SR)

March 6, 19958 :
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© 5 (3)
AUTHORS: Khosutov, R. M., Karpeyskiy, X. Ya., 80Y/79-23-4-62/11
Budovekiy, E. 1., Severin, Ye. 8.,
xoch.tka" ¥. K. :
TITLE: Cycloserine and Related Compoands (Tsiklosaerin { rodsivennyye

soyedineniya). YI1 Synthesis of C-Mothylel-ininotsoxacolidone-?
Cyolotreonine) 1.81ntes S-metil-j-asinolizoksazolidona-3
tsiklotreonina)]

PERIODICAL: %nurn31 obshehey khimii, 1959, Vol 29, ¥r 4, pp 1326 - 1333
vsse

ABSTLACT: In the present paper the synthesis of the S-methyl-4-aninoisox-
asolidone-~3 (cyalotroonin. i3 desorived. The reasor for this
cholce was the authors' desirs to use the method earlier worked
out by them (Refs 1,2) for the synthesis of the 5-gubstituted
homologues of cyoloserine, and since the latter is genstically
related to the vital amino acid-treonine. This fact peraits the
assusption that oyclotreonine is as well bdiologically active,
When this investigation was finished a report was pudlished
(Rets 4,5) on the synthesis of cyclotraonine frea ireonine over -

Card 1/3 the corresponding hydroxamic ucid. The syntheais of eyolotremnize
(VI) carried out by the authors 1as illustrated by scheme 1, The

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Cyoloserine and Related Compounds, 80v/19-29-4-62/11
VI1 Synthesis of S5-Methyl-4-Aminoisoxazolidone-3 (Cyclotreonine)

initial produoct (1) was obtained by the chlorination of methyl
orotonate in methanol at 10-15° (70-00% yield), contrary to the
complicated prescriptions irn the pudlications. The condensaticn
of (1) with the sodiun derivative of acetoxime (Ref 2) led %o
the ester (I1) which was sajonified into the acid (I111). Com-
pound (I11) ylelded the amino acid (IV) (50%) with excess 1igquid -
ammonis at 45«50° within 6-10 hovrs. The hydrogenation reaotion

cH :
3>0 ==§-0« was used for the deternination of their atructuw,
cH
3

since it proocesds without contact wiih the asynmetrical fecarbdon
atom (Scheme 2). This way is a now method for the determination
of the struoture of the a~asino-f-isopropylidenamirooxy acids,
The result of the reaction was the sejaration (87€) and the
identification of the d,1-allotrconine wkhich points out that (IV)
belongs to the erythro series., The nex: stage was the transition
of the amino acid (IV) to the cozpound (7) (50-60%). The last
stage consisted in the oyclization of the dichloro hydrate (V)
into the oyclotreonine (VI) by a caustic potash solution in

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Cycloserine and Related Compounds, 807/79+29-4-62/11
VII 8Synthesis of S-ﬂethyl-4-h1noiqexuolidone-5 (Cyclotreonine)

mathanol solution (80-8%%). Since the structure ig not changed
by the oyclization the formula aisady 1-5-20thyl -4-aminolscxagc=
lidone-3 can be asorived to the cyclotreonins. The structure s
also confirmed by the data of the infrared spectrum. Its einil-
arity was determined by means of the paper chromatography.,

Cyclotreonine has a distinctly marked antitubercular activity,
There are 1 figure and § references, 3 of which are Sovies.

SUBMITTED:  Pebruary 10, 1956
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AUTHORS : ,.lnhnxm._:ﬁ. Khomutova, Ye. D., 80Y/79-29-5-53/15
Liuﬁ.h.r.gﬂ" « M

TITLE: Synthesis of 6-Aryl-Nicotine Aoids and 6-Aryl Pyridines
(8intes 6-arilnikotinovykh kislot i 6-arilpiridinov)

PERIODICAL: %hm;l obshehey khismii, 1959, Yol 29, Kr 5, pp 1657-1659
USSR ;

ABSTRACY: Barlier papers (Refs 1-4) desorided the use of peshlorovinyl
ketones and their derivatives for the synthesis of derivatives
of nicotinie aoid and prridine. By using aryl-p.ohlorovinyl
ketones the corresponding aryl-substituted derivetives are
obtained. The synthesis say be carried out by condensation
of aryl-p«chlorovinyl ketones with acetoscetic ester and
smmonia or with aminoorotonio soid ester. In doth cases,
phenyl-f-chlorovinyl ketone or its derivatives (o-ohloroe,
p-ohloro-, p-nitrophenyl-f-ochlorovinyl ketone) yleld after
several hours of boiling in bdensene the corresponding ester
of 2-methyl-6-aryl-nicotinic acid in a yield of from
50 to ‘65 %. The saponified esters were dry-distilled with
soda 1ime and gave the corresponding 2-methyl-6-aryl pyridines.

Card 1/2 The experimental . desoribes the course of the syntheses
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e

. Synthesis of 6-Aryl<Nicotinie d0ids and 6-iryl Pyridines 801/19;29-5-53/75
and gives the analytical and physicsl data of the
obtained. There are 9 referencss, 6 of :h:c: m.s::;x'.m“

ASSOCIATION: Moskovekiy gosudarstvennyy universitet (Noscow State Universiy)

SUBMITTED: April 14, 1958

Card 2/2
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283&0&8:

TI7LE:

PERIODICAL:

ABSTRACT:

Xoohetkov, N. K., Duiykina, . V. 80Y/79-29-3-54/15

Aninoacyl- and Aminoalkyl Derivatives of Some Aliphatie-
Aromatio Amtnes (Aminoatsil'nyye 1 asinoalkil'nyye
proisvodnyye nekotorykb shirnoaromsatiocheskikh aminov)

Zhurnal obshohey khimii, 1959, Vol 29, ¥r 5, pp 1659-1664
{vssR)

In previous works (Refs 1-3) chloroaryl derivatives of
aliphatic-arosatic amines were descrided, soms of whioh

proved to be efficacious spasmolytics. In the course of the
further research made to find agents influencing the central
nervous aystem, the authors carried out the syntheses mentioned
in the title and the 1odine alkylates of the compounds
obtained were prepared. The derivatives investigated possess
the general composition: ntnco(cnz)nl(czns)z or

nll(cﬂé)nl(dzls)2 in which oconnection R is equal to °6’5°'i'
OR 0033
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Aminoaoyl- and Aminoalkyl Dorintivn of Some 80Y/79-29-5-54/1%
Aliphatic-Aromatic _Annu :

Aoylation takes place under the effeot of halogen-
substituted acid chloride upon the amine in the presence of
alkali in an emuleion of water and ethyl acetate (or bensene).
The chloroacyl amides odbtained were treated in boiling
toluene with an excess of diethylanine and the diethylamino.
acyl derivatives were produced. With fodine ethyl they gave
the iodine alkylates, which resulted as oils but whioh counld
be orystallised after o Sorresponding treatsent. In order to
compare the physiological eftfioiency also the corresponding
dialkyl asino compounds wers synthesised according to the
vell«khown method (Ref 4). 70 Prepare the diethyl aminmo propyl
derivatives the suthors applied for the first tine the
reduction of diethyl asino propionanide with 1ithiug aluninum
hydride. This convenient method, seouring a high yield, may be
vory useful particularly for the synthesis of derivatives with
long alkyl chains. The preparation of 1odine ethylates gave
only quaternary monosalts with all derivatives obtained. This
phenomenon has not deen olarified as yet and requires aore de-
tailed investigations. e ¢ompounds synthesised were checked
Card 2/3 in the pharsacological department of N. V. Kaverina.

CIA-RDP86-00513R000723510015-7"
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Aminoacyl- and Aminoaik 1 Derivatives of Some 80Y/719-295.
Aliphatic-Aromatic _Aniakcyo /13-29-5-34/15

A1l p-chloropropionic amides shoved no spasmolytic effeot.
Some compounds even inoreased the motor activity,
p-dialkyl-antnoalkyl asides did not shov any analgetic
offect. Their quaternary salts exhidit a certain hypotensive,
spasmolytic and ganglia-blooking effect. The exparimental
part gives the data for the synthesis of the compounds
described. Tadle 1 gives analytical and physiocal data of the
Y-substituted f-chloropropionic anides, tadle 2 shows the same
for the N-gubstituted diethyl amino propionamides and their
iodine ethylates, tadle 3 the same for the N-sudstituted
V1,0 -d4ethyl-ethylene dianines and their 1odine ethylates.
fhere are 3 tables. and 9 references, 3 of which are Soviet,

ASS0CIATION; l;nohno-innlcdov-tol!okly inetitut farmakologii 1 khinoterapit
Akadenii meditsinskikh nauk S3sp (Soientifio Research Institute
of Hharmacology and Cheactherapy of the Acadeny of Medical
Sciences of the USsH)

SUBMITTED: April 14, 1958
Card 3/3
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ADTHORS:

oo .

TITLE:

PERIODICAL:

ABSTRAC?:
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Kochetkov, ), K., Nifsnd'yev, E. Ye.,  80V/19-29-7-48/83
1oV, Ve Ho

gynthesis of the 1-Leylozaohlorocyolopontcnc-l and Ethylene
Ketsls of 2-Acyloyclopentanones (3intes y-ateil-2-khlortsiklo-
pentenovel 1 etilenketaley 2-atailtsiklopentanonov)

Zhurnal obshohey khimii, 1959, Vol 29, Nr T, PP 2324 - 2529
(vssR)

Up to the present date only open chain derivatives of the im-
ortant j-chlorovinylketones have been investigated in deteil
Refs 1,2,3,4,5)¢ Alicyolio representatives of this class have
practioally been unknown up %o the present. Two contradictory
reports have been given concerning the aynthesis of {-acyl=-2~
chlorooyolohexenes by the condensation of cyclohexsnone with

acetyl chloride in the presence of A1Cly (Refs 6,7)s In exten-

sion of a previous thorough investigation (Ref 8) of this re-
action, which up %o date presents the only possible way of sy~
thesizing the hitherto unknown compounds of the afore-mentioned
tsype, the authors carried out further extensive studies. The
resotion of oyclopentanone with acid halides in the presence of

CIA-RDP86-00513R000723510015-7"
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82nthesis of the 1-Aoyl-z-ohlorooyoloyontcno-l and 307/19-29-7-48/33
‘Bshylene Ketals of 2aAoylcyolopontanonno

A1c1’ vas of a genersl nature and Yielded the hitherto unknown
1~a0yl-2<chl orooyecl Opentenes~1;

=0 [cm
1
+ RCOC1 ALQ"") O ()] vhere k-c:,.czls.

The reaction proceeded most favoradly when oyclopentanone was

added %0 a previously prepared mixture of the aoid chloride and
AICI’ in dichloro othane. The reaction aechanisa {s given in

scheme 2, The 1-uoyl~2~chlorooyclopcntcnco odtained vere rather
instadle ofly 1iquids. Besides tpectroscopic data the ozoniga-
tion of 1-noctyl~2-ehloroeyclo entene-1 was decisive for the

- verifioation of the struoture fﬂohono 3). Thus, the experiment-
al results shoved that in the oyclopentanone series the above
Tesction yields a,P-unsaturated ketones, oyslio analogs of
ﬂ-ohlorovtnylk-tono. vhereas in the eyclohexanone series the

‘,.‘,! ,

2

CIA-RDP86-00513R000723510015-7"
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Bynthesis of the 1-Aoyl-2-ohlorooyolopontono-t and 80'/79-29-7-48/%5
+ Ethylene Ketals of 2-Acyloyolopentanones

sane reaotion gives f,[-unsaturated ketones as nain produots.
It was shown that the alogen in 1-a0yl-2-chlorocyclopentenens1
is less mobile shan in P-chlorovinyl ketones. By the reaction
of the above pentenes-1 with othylene glycol in the presence of
KOH the hitherto unknosn ethylene ketals of 2-acyloyclopenta-
nonootvoro prepared. There are 19 references, 16 of whioh are
Boviet,

ASSOCIATION: Moskovekiy gosudarstvennyy universitet (Moscow State Univers:ty)
SUBMITTRD: June 5, 1958
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AUTHORSs

TITLEs
PERIODICAL:
ABSTRACT:

Card 1/2

o SuT/1%e2aTm 3 /0]
Koohe tkoy, He X:‘ Kifant'yov, E. Yu., Xclodtsov, K.V,

Bromination of [S-!:etodoetala(Bronirovaniyo ﬂ-ketoahotah‘y) '
Zhurnal obahohey khimii, 1959, 7ol 29, Nr 7, pp 2330-2337 (USSR)

Hitherto the easily accossitle P-ketoacetals RCOCH,CH{CR' ),

wero used either as potential (-dicartonyl compounds (iefn 1, 4),
seeing they resembls tho f-chlorovinylketones in their reanctions
or as kotones having another reactivo substituent. 4 third
possibility, 4.e, that of introdusing sudatituents into the
sontral methylene group of the ketoacetal, has so far been
disregarded, even though the resulting comjounds could be
utilised for synthesis in various directions (idef 8). As first
reaction of this kind the hitherto unknown bromination of the
ketoazetals was undertaken. Thus, two methods woere elaboraied,
one for the synthesis of ot=brozo-fl ~ketoaldehydes by brorination
of f-ketoaldehydes in aqueous solution in the presence af
bariua oarbonate, and another for the preparation of athylcne
acetals of o -bromo- fl ~ketoaldehydas by btromination of the .
ethylene acetals of p-kotoaldphydas in ethaer 4n the presence

of barium carbaonate, By conlenpatinn of o(-hmm-p-ksatoalmhym

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7"
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Bromination of p-n toacatals 80V /15-29-1-49/8.

with urea, the 2-amino=%-acyloxasoles were obtainedy on
condensing with thiourea and thicamides of acids 2-sudbstitited
S-noylthiasoles were formed. Thus, {t was desonstrated, that the
ot-brono-ﬂ-ke'toaldehydu reast similarly to & -bromoaldehydes
4n the reactions under investigation . On troating ethylons
acetals of of -bromo- f§ ~ketoaldehydos with [(-naphthol in the ;
presence of iron shloride and hydrochloria acid 2-alkyl~3ebroscs
naphtho={1,215'46')-pyryl salte were formed. Tadle 1 shows the
synthasis of the o =bromo- fi -ketoaldehydes:

RaCOWCHBT o= C\ and table 2 the synthesis of the ethylene

acetals of ol-bromo- ﬂ-ketoaldahydu:

Oc-cnz
8- 00 cmracn |

o - ctt
2
There are 2 tables and 15 references, € of which are Sovist,

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State University)

SUBKITTED:s June 5, 1998
Card 2/2
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5(3) , 30Y/79-29-6-24/01
ACTHORS ¢ ‘00’\.&0'. lc"op "1"0"’.', E. YO., 80k01°'. 3. D.
R SR v, Wty i i
TITLE: Synthesis of Aromatic f<Ketoacetals
PERIODICAL: Zhurnal obshohey khisii, 1959, Vol 29, Nr 8, pp 2570-257%
(Ussr)
ABSTRACT: The f-ketoacetals whioh are mainly obtained froa the correspond-

ing P-chloro-vinyl ketones (Ref 1) are Tecently of aanifold
use in organio synthesis, whereas compounds of this oclass with
aromatio radicals have nearly escaped notice (Refs 2-5). Quite
recently,- the authors synthesized the ethylene asostal of the
bensoyl-acetaldehyde (Ref 6), Presently, they carried ous the
synthesis of various aryl-f-ketoacetals uging, as initial
products, the aoyl-pf-ohloro~vinyl ketones which are now well
acoessible (Ref 7). Three new representatives of this class,
‘the o-tolyls and a-tolyl-p-ohloro-vinyl ketone, and the ni-
brolo—phonyl-poohloroovinyl ketone, were synthesized. On the
firet attempts to odtain the acetal of benszoyl-acetaldehyde
scaording to reference 3, the phenyl-f-methoxy-vinyl ketone (I1)
was formed instead of the expected compound. This was due to
Card 1/3 the catalytic action of alkali traces left over in the re-
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807/79-29-8-24/81
Synthegis of Aromatic f-Ketoacetals

aotion: Therefore, the reaction conditions were altered in
such a way that in the distillation any traces of alkali were
exoluded by treating the reaction mixture with water, and ex«
traoting with ether. Thus the acetal of the bdensoyl-scet-
aldehyde (II1) resulted in a 60% yleld. More convenient are
the ethylene acetals of the f-ketosldehydes which were recently
synthesised by the authors (Ref 6). From among the representa~
tives of the aromatic series, only the ethylene acetal of the
bensoylsacetaldehyds (1V) is desoribed in publications. The
faot that the cyolio ethylene acetals, which can easily be
obtained by resction of p-chloro-vinyl ketones with ethylene
glycol, are formed by treating both the dimethyl acetals and
the alkoxy«rinyl ketones 'ith ethylene glycol in the presence
of alkali, indiocates their donsiderably higher stabflity. A1l
transforsations desoribed, which are connected with the in-
vestigation of the stability of the acetals of the benzoyl-
acetaldohyde, are illustrated in scheme 1. XOH and l2003

(Ref 6) proved to be the agents most useful for condensirg the

ethylene acetals of the f-ketoaldehydes of the aliphatic

series, The operational method devised for the synthesis of the
Card 2/3 first meaber of the series was further applied to the syn-
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80V/79-29-08-24/61
Synthesis of Aromatio p-Ketoacetals

thesis of the ethylene scetals of the B-ketoaldehydes subati-
tuted in the aromatic nuoleus, using X0 and cho’ a8 cone
densing agents (60-80% yield):

/0-|032

\0~032

where Ar = ,n.-.o-cnfsns; n.o-cxcsnb ] 9-3r06343 l~cﬂ,o-caﬂ4.

The resultant orystalline acetals are stadble, in general well
soluble, and do not color with ferric chloride. There are
1 table and 14 references, 6 of which are Soviet.

ArQ0~CH«CHOL ——p AX‘OO-CHz-O

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State University)
SUBMITTED: July 3, 1956
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'AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

,ﬁoohotkovi ¥. K., Ambrush, Ivan, 80v/19-29-8-26 /81
’ L X

Aoyl;pyralolon. I1. Bynthesis and Constants of Aoidity of
J-Aroyl-pyrasoles

Zhurnal obshchey khimii, 1959, Vol 29, Nr 8, pp 2578 - 2583
(ussr)

Previously (Ref 1) the authors presented dats concerning the
acidity properties of some 3-aoyl-pyrasoles, and tried to
interpret the nature of these properties. In contrast with

the earlier conceptions (Ref 1) and A. N. Nesmeyanov and

¥. K. Xochetkov (Ref 2), they concluded (Ref 3) from the in-
frared speotra of the 3-aoyl-pyragoles and their salts that

the salt formation is not due to a tautomeriss of the bonds

in the systeam of the 3-aoyl-pyrasole, but to the occurrensce
of the aoidity properties of the hydrogen of the ring (Scheme 1)
The previously used spectrophotometrio method of determining
the acidity constante of ithe 3-acyl-pyrasoles peruitted the -
quantitative deternination of the acidity, in dependence on
the nature of the acyl radioal. The acidity of the pyrasols
derivatives and of the nitrogen-dontaining hetercoycles in
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Aoyl-pyrasoles., 1I. Synthesis and Constents of Aoidity 80v/79-29-6-26/81
of 3-Aroyl-pyrasoles '

general has 80 far not been investigated quantitatively. The
present paper gives the acidity constants of (1), with sudb-
stituents in the nuoleus, which permit the influence exerted
by the charsoter of the carbonyl group of the 3-acyl~pyra~
solone upon the acidity properties of the latter to be Judged.
The analogs of the known j-bensoyl-pyrasole (Refs 2,4) were
synthesized wvhich have a methyl-methoxy- or nitro-group and a
chlorine atom in para-position of the phenyl nucleus. The .
synthesis was easily carried ocut according to the schene

ATCOCH==CHCL cl!.‘,l2 -3 AYCO - ¢ — C
X CH (1)
N7
) : )]
The yields of }-nroyl-p}vulolol were 40-80%. The constants of

the moidity diescciation were determined froa the ultraviolet
Card 2/3 absorption spectra of the 3-aroyl-pyrasoles, at different
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‘Acyl-pyrasoles. II. Synthesis and Constants of Acidity 80V/79-29-8-26/81
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perosntage contents of the medium., It is shown that the acidisy
of the 3-aroyl-pyrasoles depends on the sudstituent in the
phenyl nucleus, and decresses scoording to the following greda-
tion scheme: 102:>01:>B CH, ) CB,0. This 1s in complete ac-

cordance with the influence of the same substituents upon the
disscoiation constant of the corresponding para-substituted
bensoic acids. The results of the spectrun snalysis are given

in 7 diagrams. There are 7 figures, 2 tables, and 12 references,
7 of which are Soviet.
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AUTHORS s Semenov N. N., Sheayakin, M. M., Kochetkov, N. K.
TITLE Acadenician Aleksandr Nikolayevioch Kesmeyanov.(On His 60th
Birthday) A

PERIODICAL: 2Zhurnal obshchey khiamii, 1959, Yol 29, %r 9,
~ pp 2811 - 2816 (USSR)

ABSTRACT:  A. K. Nesuneyanov (bora 9 9.1899 ir Mcscow) graduated froa
the Physioal and athematical Department of Koscow University
‘in 1922, became on assistant to the well-krosn cheaist H. L.
Zelinskiy, and later was appointed professor in ordinary
end head of the Chair of Organic Chenistryj he attained the
highest degree in 1947, when he was elected rector., He becsae
a member of the Academy of Sciences in 1943, and of other
institutions later on. An outstanding speaker, he has a special
talent of rondering the most complicsted subjects intelligible
and pleasant., His activities have covered various fields, from
a great number of problezs belonging to elezentsl-organic che-
nistry to the synthesis of valuable nes polyzers, from theore-
tical probleams of reaction mechanisn ard reactivity tc the

Card 1/} {ntroduction of methods of synthesis relating to the compound
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Academioian Aleksandr Kikolayevich Nesmeyanov. S0Y/79-29-9-1/16
(on His 60th Birthday)

heterooyclic systems. Azong his nuderous achievezents

the following deserve first mention: the siaple

method of synthesizing metali-organic coapounds by the aid

of saromatic diszocompounds, a method which 18 still

regarded as the beat lor the synthesis of arozatic deri-

vatives of meroury, antimony, arsenic. Thio method has dbeen

developed to apply to synthescs of arozatic compourds of tin,

zine, thalliunm, alusirus: an well as organomercury-silver

compounds frosm compourds of Sn, Pb, As, Sdb, Cd, 71, and

others. Renarkable syntheses are the onea yielding iodonium~,two-

_ &idiiimny- . ard chloronium cospounds, and finslly, oxoniua

compounds by the arylaticn of broao- and chlarobenzene, and

of diphenyl ether with diazoniun vorofluoride. Great importance

has been and still is attached to his investigatiom concerning

the addition of metals to the unsaturated compounds of the

olefin and ancetylene series, tho exchange of zetal atoms ir

the compounds of the above netals containing a ﬂpchldt071nyl

radical. Nenmeyanov has developed a new conception of the

sanifold reactivity and dlsplacemant of the reaction oenter
Card 2/) in the reactions of metal coapounds. His attecpt of solving
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Card 3/3

the prodlea ¢f the mechanisa of elcctrophilic substitution
on the saturated carbon atom deserves special mention. He -
inveatigated the metallocenen, =metal-organic coapounds formed
by the interaction of tho s,p,d-electrons of the transition
metals with the X-electrons of the unsaturated carbun tornds.
The aromatic nature of ferrocene was proven by nugerocus re-
actions. Froz 1938 to 1954, Heszeyanov was the head of the
Institut organicheskoy khimi:i AN SSSR (Institute of Organic
Chenistry AS USSR), from 1954 head of the Inatitut elemento-
organicheskikh soyedineaiy AN SSSR (Institute of Elemental.
organic Compounds AS USSR)j 1946-48, secretary of the Ot-
deleniye khimicheskikh nauk AR SSSR (Depariment of Cheslcsl
Sciences AS USSR), and since 1951 Re {s the President of the
Akademiya nauk SSSR (Academy of Sciences, USSR). Since 1947
he is the chairman of the conaittee presiding over the scienti-
10 Lenin Prize awards (foraerly called Stalin Prize). He waa.
distinguished with the Lenin Order, the Order of the Red
Workers* Banner, and the Stalin Prize First Class for sclenti-
fic merits.
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